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* Welcome to STN International ********** 

Web Page URLs for STN Seminar Schedule - N. America 
"Ask CAS" for self-help around the clock 
CA/CAPLUS - Russian Agency for Patents and Trademarks 
(ROSPATENT) added to list of core patent offices covered 
PATDPAFULL - New display fields provide for legal status 
data from INPADOC 

BABS - Current -awareness alerts (SDIs) available 
MEDLINE/LMEDLINE reloaded 

GBFULL: New full-text patent database on STN 

REGI STRY/ ZREGI STRY - Sequence annotations enhanced 

MEDLINE file segment of TOXCENTER reloaded 

KOREAPAT now updated monthly; patent information enhanced 

Original IDE display format returns to REGI STRY/ZREGI STRY 

PATDPASPC - New patent database available 

REGI STRY/ZREGI STRY enhanced with experimental property tags 
EPFULL enhanced with additional patent information and new 
fields 

EMBASE - Database reloaded and enhanced 



MACINTOSH VERSION IS V6.0c(ENG) AND V6.0Jc(JP), 
AND CURRENT DISCOVER FILE IS DATED 10 JANUARY 2005 

STN Operating Hours Plus Help Desk Availability 
General Internet Information 
Welcome Banner and News Items 

Direct Dial and Telecommunication Network Access to STN 
CAS World Wide Web Site (general information) 



Enter NEWS followed by the item number or name to see news on that 
specific topic. 

All use of STN is subject to the provisions of the STN Customer 
agreement. Please note that this agreement limits use to scientific 
research. Use for software development or design or implementation 
of commercial gateways or other similar uses is prohibited and may 
result in loss of user privileges and other penalties. 

************* stn Columbus ************** 



FILE •HOME 1 ENTERED AT 16:14:00 ON 11 APR 2005 



=> fil reg 
COST IN U.S. 



DOLLARS 



SINCE FILE 
ENTRY 



TOTAL 
SESSION 



Page 1 



FULL ESTIMATED COST 



0.21 0.21 



FILE ' REGISTRY 1 ENTERED AT 16:14:08 ON 11 APR 2005 

USE IS SUBJECT TO THE TERMS OF YOUR STN CUSTOMER AGREEMENT. 

PLEASE SEE "HELP USAGETERMS" FOR DETAILS. 

COPYRIGHT (C) 2005 American Chemical Society (ACS) 

Property values tagged with IC are from the ZIC/VINITI data file 
provided by InfoChem. 

STRUCTURE FILE UPDATES: 10 APR 2005 HIGHEST RN 848184-66-7 
DICTIONARY FILE UPDATES: 10 APR 2005 HIGHEST RN 848184-66-7 

TSCA INFORMATION NOW CURRENT THROUGH JANUARY 18, 2005 

piease note that search-term pricing does apply when 
conducting SmartSELECT searches. 

* * 

* The CA roles and document type information have been removed from * 

* the IDE default display format and the ED field has been added, * 

* effective March 20, 2005. A new display format, IDERL, is now * 

* available and contains the CA role and document type information. * 

* * 

Crossover limits have been increased. See HELP CROSSOVER for details. 

Experimental and calculated property data are now available. For more 
information enter HELP PROP at an arrow prompt in the file or refer 
to the file summary sheet on the web at: 
http: //www. cas .org/ONLINE/DBSS/registryss .html 

=> s dibenzylamine/cn 

LI ' 1 DIBENZYLAMINE/CN 

= > d 11 
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LI ANSWER 1 OF 1 REGISTRY COPYRIGHT 2005 ACS on STN 

RN 103-49-1 REGISTRY 

ED Entered STN: 16 Nov 1984 

CN Benzenenethanaaine, N- (phenylmetnyl) - (9CI) <CA INDEX NAME) 
OTHER CA INDEX NAMES: 
CN Oib*azYl«BlQ« (OCX) 
OTHER NAMES: 

CN {N-Benzyl ani noma thy 1) benzene 
CN Bibenzylanine 
CN DBA 

CN N,N-Dibenzy lamina 

CN N- (Phenylmetnyl) benzenemethanamine 

CN N-Benzylbenzylamine 

CN NSC 4811 

FS 3D CONCORD 

DR 306991-23-1 

MF C14 HIS N 

CI COM 

LC STN Files: AG RI COLA, ANABSTR, AQUIRE, BEI LSTEIN*, BIOBUSINESS, BIOSIS, 
BIOTECHNO. CA, CANCERLIT. CAOLD, CAPLUS, CAS REACT, CBNB, CEN, CHEKCATS, 
CHEMINFORMRX, CHEMLIST, CSCKEM, DDFU, DETHEPM* , ORUGU, EM BASE, GMELIN* , 
HODOC*, IFICDB, IFIPAT, IFIUDB, IPA, MEDLINE, MRCK* , NIOSHTIC, PIRA, PS, 
SPECINFO, SYNTHLINE, TOXCENTER, USPAT2, USPATFULL 

(♦File contains numerically searchable property data) 
Other Sources: DSL**, EINECS**, TSCA«* 

(••Enter CHEMLIST File for up-to-date regulatory information) 



Ph-CH2-NH-CH2-Ph 



••PROPERTY DATA AVAILABLE IN THE ' PROP ' FORMAT" 

2022 REFERENCES IN FILE CA (1907 TO DATE) 

49 REFERENCES TO NON-SPECIFIC DERIVATIVES IN FILE CA 

2031 REFERENCES IN FILE CAPLUS {1907 TO DATE) 
16 REFERENCES IN FILE CAOLD (PRIOR TO 1967) 
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=> fil caplus 

COST IN U.S. DOLLARS 



FULL ESTIMATED COST 



SINCE FILE 
ENTRY 
6.87 



TOTAL 
SESSION 
7.08 



FILE 'CAPLUS' ENTERED AT 16:14:43 ON 11 APR 2005 

USE IS SUBJECT TO THE TERMS OF YOUR STN CUSTOMER AGREEMENT. 

PLEASE SEE "HELP USAGETERMS" FOR DETAILS. 

COPYRIGHT (C) 2005 AMERICAN CHEMICAL SOCIETY (ACS) 



Copyright of the articles to which records in this database refer is 
held by the publishers listed in the PUBLISHER <PB) field (available 
for records published or updated in Chemical Abstracts after December 
26, 1996), unless otherwise indicated in the original publications. 
The CA Lexicon is the copyrighted intellectual property of the 
American Chemical Society and is provided to assist you in searching 
databases on STN. Any dissemination, distribution, copying, or storing 
of this information, without the prior written consent of CAS, is 
strictly prohibited. 

FILE COVERS 1907 - 11 Apr 2005 VOL 142 ISS 16 
FILE LAST UPDATED: 10 Apr 2005 (200504 10/ED) 

This file contains CAS Registry Numbers for easy and accurate 
substance identification. 



=> s 103-49-1/rn 

2031 103-49-1 
49 103-49-1D 
L2 1990 103-49-1/RN 



(103-49-1 (NOTL) 103-49-1D ) 



=> s ?color 

L3 408778 ?COLOR 

=> s ?colour 

L4 1791 ? COLOUR 

=> s 13 or 14 

L5 409531 L3 OR L4 

=> s 12 and 15 

L6 28 L2 AND L5 



=> d 16 1-28 abs ibib 
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L6 ANSWER 1 OF 28 CAPLUS COPYRIGHT 2005 ACS on STN 

AB Dibenzylamine having a color valut of 4100 Hazen units is 

manufactured by the addition of ammonium chloride or amines to the 
pre -distilled 

reaction mixture followed by distillation 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 

INYENTOR(S) : 
PATENT ASSIGNEE (S) : 
SOURCE: 



2004:5167 CAPLUS 
H0:7BB20 

Process for the preparation of colorless dibenzylamin 
Heuer, Lutz 

Bayer Chemicals Ag, Germany 
Eur. Pat. Appl., 4 pp. 



TYPE: 
LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 

PATENT NO. 



Patent 
German 
1 



KIND DATE 



APPLICATION NO. 



DATE 



EP 1375470 
EP 1375470 

R: AT, BE, CH, 
IE, SI, LT, 
DE 1022B594 
JP 2004026830 
US 2004026226 
CN 1470495 

PRIORITY APPLN. INFO.: 

OTHER SOURCE (S) : 



EP 2003-13535 



20030613 



A2 20040102 
A3 20040929 

DE, DK, ES, FR, GB, GR, IT, LI, LU, NL, SE, MC, PT. 

LV, FI, RO, MX, CY, AL, TR, BG, C2, EE, HU, SX 

Al 20040122 DE 2002-10228594 20020626 

JP 2003-179580 20030624 

US 2003-602929 20030624 

CN 2003-145230 20030625 

DE 2002-10228594 A 20020626 



A2 



20040129 
20040212 
20040128 



MARPAT 140:78820 



ANSWER 2 OF 28 CAPLUS COPYRIGHT 2005 ACS on STN 



H02C_^.CO 2 CH2CH20CO^. C0 2 H 

I 



The material comprises a support having a heat-sensitive layer containing • 
leuco dye and I or II (R - H, COOH; X * H, benzyl) as a color 
developer. The material shows good storage stability and gives images 
with oil resistance. 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 

INVENTOR (S) : 
PATENT ASSIGNEE (S) : 
SOURCE: 

DOCUMENT TYPE: 
LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 

PATENT NO. 

JP 11170708 
PRIORITY APPLN. INFO.: 
OTHER SOURCE (S) : 



1999:406902 CAPLUS 
131:80809 

Thermal printing material containing leuco dye and 

benzamide derivative color developer 

Merita, Mitsunobu) Hayakawa, Kunio 

Ricoh Co., Ltd., Japan 

Jpn. Kokai Tokkyo Xoho, 10 pp. 

CODEN: JXXXAF 

Patent 

Japanese 

1 



KIND 
A2 



DATE 

19990629 



MARPAT 131:80809 



APPLICATION NO. 



JP 1997-364067 
JP 1997-364067 



19971217 
19971217 



in i 



ANSWER 3 OF 28 CAPLUS COPYRIGHT 2005 ACS on STN 
Photochem. Al film dissoln. is studied in polymeric electron 
donor-acceptor layers containing thiadicarbocyanine dye sensitizer either 



monomeric or in J-aggregate form. Novolak resin or poly (vinylethylal) 
were used as polymer matrixes, dibenzylamine and ferrocene as electron 
donors, and CBr4 as electron acceptor. Quantum yield of the sensitized 
color product formation in polymer layer was higher in the layers 
containing dye aggregates. Dissoln. of Al in polymer layer was only 
observed in 

the presence of dye J-aggregates. 



ACCESSION NUMBER: 



CORPORATE SOURCE: 
SOURCE: 



PUBLISHER: 
DOCUMENT TYPE: 
LANGUAGE: 



1998:237507 CAPLUS 
128:328689 

Role of dye J-aggregates in photochemical dissolution 
of aluminum in polymer donor-acceptor layers 
Grishina, A. 0. i Pereshivko, L. Ya.i Tedoradze, M. G. > 
Shapiro, B. I . 

Inst. Elektrokhim. im. Frumkina, RAN, Moscow, Russia 
Zhurnal Nauchnoi i Prikladnoi Fotografii (1998), 
43(2), 19-25 

CODEN: ZNPFEKi ISSN: 0869-6144 

Nauka 

Journal 

Russian 



ANSWER 4 OF 28 CAPLUS COPYRIGHT 2005 ACS on STN 



AB The photog. material contains a binder, a photog. Ag halide, and (A) RNH2 
and/or R1NHR2 (R - Ci6 aliphatic group, Ci6 aromatic group, 
C26 heterocycle, Ci6 polymer chain» Rl, R2 - aliphatic group, 
aromatic group, polymer chaini total C number in Rl and R2 i6i Rl and R2 
may form a ring) or (B) R3CH2R4 (R3, R4 - acyl, carbamoyl, alkoxycarbonyl, 
aryloxycarbonyl, N02, cyano, S03H, Q; total C number in R3 and R4 i6t 
R3 and R4 may form a ringj Z - atomic group to form a N-containing 

heterocycle) 

and a dye-donating substance which releases a diffusible dye by reaction 

with Ag+ or a soluble Ag+ complex under an alkali condition on a support. 

The photog. material showed improved whiteness of the base color 

and good storage stability. 
ACCESSION NUMBER: 1997:171837 CAPLUS 

DOCUMENT NUMBER: 126:178979 

TITLE: Diffusion- transfer heat-developable color 

photographic material containing primary or secondary 
ami ne 

INVENTOR (S ) : Ushiku, Masayuki; Myazawa, Kazuhiro; Ooya, Hidenobu; 

Oohayashi, Keiji 
Konishiroku Photo Ind, Japan 
Jpn. Kokai Tokkyo Koho, 32 pp. 
CODEN: JKXXAF 
Patent 
Japanese 
1 



PATENT ASSIGNEE (S) : 
SOURCE: 

DOCUMENT TYPE: 
LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 



PATENT NO. 



JP 08334879 
PRIORITY APPLN. INFO. 



DATE 
19961217 



APPLICATION NO. 



JP 1995-137943 
JP 1995-137943 



19950605 
19950605 
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L6 ANSWER 5 OF 28 CAPLUS COPYRIGHT 2005 ACS on STN 
GI For diagram(s) , sea printed CA Issue. 

AB Phototheraog . elements incorporate leuco foras of phenazinium dyes to 
provide a developed color image. The dye has the general 
forcula I (Rl, R2, R4, Rll - H, R12, S02R12, COR12, or NR1R2 - 
heterocyclyli R3, R5-R9 - H, R12. heterocyclyl, CM, OH, 0R12, halo, N02, 
SH, SR12, 502R12, COR12, acyloxy. S02KH2, or combinations represent fused 
(he tero) aromatic rings containing C, N, 0, and/or Si RIO is any group vhich 

will 

not prevent oxidative cleavage of the Xl-N bond; R12 • alkyl, aryli XI - 
CO, C0NR11, C02, S02j X2 - H, any substituent other than (substituted) 
amino; when Rl is Et, R2 is not C2H4NHS02HeJ . Thus, phenazine was 
quaternized with Et2S04, oxidized with K3Fe (CN) 6 in aqueous NaOH, 
chlorinated 

with POC13/PC15, and condensed with PhCHZNHMe to give I (Rl - PbCH2, R2 - 
He, R3 - R5-R9 - X2 - H, R4 - Et, RIO - Ph, XI - CO), a leuco dye which 
can be developed to a magenta shade. 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 



PATENT ASSIGNEE (S) : 
SOURCE: 

DOCUMENT TYPE: 
LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 

PATENT NO. 



1995:994399 CAPLUS 
124:32011 

Monoaainophenazine leuco dyes and phototheraog raphic 
materials containing them 

Grieve, Duncan* Mott, Andrew W. » Nairne, Robert J. D.i 
Bays, David C.i Poon, Stephen S. C.i Attwood, Martin 
D.f Jackson, Andrew C. 

Minnesota Mining and Manufacturing Co., USA 

Eur. Pat. Appl., 27 pp. 

CO DEN: EPXXDW 

Patent 

English 



KIND 
Al 



EP 671393 

R: DE, FR, GB, IT 
JP 07258 561 A2 
PRIORITY APPLN. INFO. : 

OTHER SOURCE(S): MARPAT 124:32011 



DATE 
19950913 
19951009 



APPLICATION NO. 
EP 1995-301483 



JP 1995-51052 
GB 1994-4806 



DATE 
19950307 



19950310 
A 19940311 



ANSWER 6 OF 29 CAPLUS COPYRIGHT 2005 ACS on STN 

A powdered flane retardant, which does not icpair the transparency or phys. 
properties of the title resina, comprises 5-30 parts alkali metal (Li, Na, 
K) compound, 0.2-10 parts perchloric acid radical in the form of the acid, 
salt or amine thereof, and 1-50 parts hydrophobic dispersant (b. 
£200') based on 100 parts Sb205. A PVC composition containing 7 phr 
flame retardant of Sb20S 100, Na20 14.4, perchloric acid as C104 3.5, 
polyoxyethylene dodecylamine (I) 8.0, and H20 16.4% was formed into a test 
specimen having thermal stability (darkening time at 185*) 180 min 
and initial color (YI value) 8.9, vs. 135 and 13.4, resp., for 
flame retardant containing Sb205 100, Na20 15.2, C104 3.6, and I 0.4 parts. 
1993:582145 CAPLUS 
119:182145 

Flame retardant for ha log en- containing vinyl resins 
Watanabe, Yoshitanei Suzuki, Keitaroi Shis hi do, Koujii 
Teranishi, Masayuki) Shindo, Masuo 
Nissan Chemical Industries, Ltd., Japan 
U.S., 13 pp. Cont.-in-part of U.S. Ser. No. 311,524, 
abandoned. 
CODEN: USXXAM 
Patent 
English 
2 



ACCESSION I 
DOCUMENT NUMBER: 
TITLE: 

INVENTOR (S) : 

PATENT ASSIGNEE (S): 
SOURCE: 



DOCUMENT TYPE: 
LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 



PATENT NO. 



US 5190700 
PRIORITY APPLN. INFO. : 



APPLICATION NO. 

US 1990-574606 
JP 1988-42640 
US 1989-311S24 



19900829 
A 19880225 
B2 19890216 



L6 
AB 



ACCESSION 1 
DOCUMENT NUMBER: 
TITLE: 



AUTHOR (S) : 
CORPORATE SOURCE: 
SOURCE: 



ANSWER 7 OF 28 CAPLUS COPYRIGHT 2005 ACS on STN 

IR spectra are analyzed of the products of photoinduced electron- transfer 
in the donor-acceptor complexes of aromatic amines (diphenylamine, 
dibenzylamine) with hexabromodimethyl sulfone. The color image 
forming products were diphenylmethane dye (in the case of 
diphenylamine -containing system), and N,N-diphenylphenylmethyleneimine 
bromide 

(dibenzylamine system) . 

1992:500747 CAPLUS 
117:100747 

IR spectra of the photodissociation products of 
complexes from charge transfer between aromatic amines 
and bromine-containing acceptors 

Grishina, A. D. ; Tedoradze, M. G.i Vannikov, A. V. 
Inst. Elektrokhim. im. Frumkina, Moscow, Russia 
Zhurnal Nauchnoi i Prikladnoi Fotografii (1992), 
37(1), 54-61 

CODEN: ZNPFEKl ISSN: 0869-6144 
Journal 
Russian 



L6 ANSWER 8 OF 28 CAPLUS COPYRIGHT 2005 ACS on STN 

AB Title polymer, useful for blending with styrene resins, has improved flow, 
color and odor and is prepared by oxidizing 2, 6-dialkyl-4-halophenol 
in presence of a H20-immiscible solvent, aqueous alkali, phase-transfer 

agent, 

and an amine containing 21 H on a N and directly bonded by aliphatic C 
atom(s) (mol. -weight control agent). Thus, oxidative polymerization of 
4-bromo-2,6-dimethylphenol, 6 M NaOH in PhMe in presence of Bu4NHS04 and 
Bu2NH in air at room temperature, neutralizing with AcOH, and adding the 
organic 

phase to Me OH precipitated polymer with intrinsic viscosity (CHC13, 25') 
0.40 dL/g and 0.065% N. 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 

INVENTOR (S) : 

PATENT ASSIGNEE(S): 
SOURCE: 

DOCUMENT TYPE: 
LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 



1992:175405 CAPLUS 
116:175405 

Polyphenylene ether process and resin composition 

Shaffer, Timothy D. i Bennett, James G., Jr.; 

Denniaton, Mark R. 

General Electric Co., USA 

U.S., 8 pp. 

CODEN: USXXAM 

Patent 

English 

1 



PATENT NO. 

US 5084551 
EP 490164 
EP 490164 

R: DE, 
JP 05009290 
JP 07051624 



PRIORITY APPLN. INFO. : 



KIND DATE 

A 19920128 

A2 19920617 

A3 19930616 
ES, FR, GB, IT, NL 

A2 19930119 

B4 19950605 



APPLICATION NO. 



US 1990-626598 
EP 1991-120143 



JP 1991-349457 



US 1990-62659B 



19901212 
19911126 



19911209 
19901212 
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L6 ANSWER 9 0? 28 CAPLUS COPYRIGHT 2005 ACS on STN 

AB Polyoxyphenylenes vith good color and, in blends with 

high-impact polystyrene, good impact strength are prepared by oxidative 
polymerization of the phenols 2-R1-3-R3-6-R2C6H20H [Rl - Cl-4 hydrocarbyl, 
(substituted) Phi R2 - the groups of Rl or halogem R3 - the groups of R2 
or H] in the presence of NeOH or EtOH, Cu compds., 

tetramethylpropanedi amine derivs., and Br or Cl compds. Passing 0 into a 
mixture of 2. 05 mg Cu20. 27.5 og 35% HC1, 12.6 g MeQH, 0.1495 g 
N.N.N'.N'-tetramethyl-l.S-propanediamine, 7.0 g 2, 6-xylenol, 37.8 g PhMe, 
and 12.6 g BuOH stirred at 30' for 3.5 h gave a polyoxypbenylene 
with reduced sp. viscosity 0.53. 

ACCESSION NUMBER: 1988:550250 CAPLUS 

DOCUMENT NUMBER: 109:150250 

TITLE: Polymerization catalysts for the preparation of 

po lyoxyphe ny 1 e ne s 

INVENTOR(S): Ibe, Sadao; Sakurai, Tokioi Takahashi, Kazuhiro; Unno, 

Yoshi ro 

PATENT ASSIGNEE(S): Asahi Chemical Industry Co., Ltd., Japan 

SOURCE: Ger. Of fen. , 19 pp. 

CODEN: GWXXBX 
DOCUMENT TYPE: Patent 
LANGUAGE I Ge rman 

FAMILY ACC. NUM. COUNT: 2 
PATENT INFORMATION: 



L6 ANSWER 10 OF 28 CAPLUS COPYRIGHT 200S ACS on STN 

AB Tine-resolved spectral changes were studied in flash (20 i*s> UV 

photolysis of the files and dichloroae thane solns. containing poly (vinyl 
ale), an aroaatic amine (di benzyl amine, triphenylamine, 
di phenylbe nzy 1 ami ne ) 

and CBr2. The stable colored photoproducts (absorption maximum .apprx.650 
nm) vere absent in the 1st 160 »s after the photo lyzing pulse. These 
products were formed in the later secondary reaction steps in these 
systems. 

ACCESSION NUMBER: 1987:449270 CAPLUS 

DOCUMENT NUMBER: 107:49270 

TITLE: Study of the early stages of the mechanism of 

formation of color in the presence of light 
in polymeric films containing aromatic amines and 
carbon tetrabromide 

AUTHOR(S): Mal'taev, E. I . I Kolotilkin, A. S.J Kruglov, A. B. 

CORPORATE SOURCE: Inst. Elektrokhira. , Moscow, USSR 

SOURCE: Elektron. Org. Mater. (19B5), 316-18 

CODEN: 55TIAF 

DOCUMENT TYPE: Conference 

LANGUAGE: Russian 



PATENT NO. 


KIND 


DATE 


DE 


3741038 


Al 


19880609 


DE 


3741038 


C2 


19900308 


JP 


63142029 


A2 


19880614 


US 


4788277 


A 


19861129 


NL 


6702910 


A 


19880701 


NL 


188097 


B 


19911101 


NL 


188097 


C 


19920401 


CN 


87107289 


A 


19860615 


CN 


1008101 


B 


19900523 


JP 


01168035 


A2 


19890621 


JP 


05013964 


B4 


19930223 



PRIORITY APPLN. INFO. : 



APPLICATION NO. DATE 



DE 


1987- 


•3741038 




19871203 


JP 


1986- 


-287788 




19861204 


US 


1987-127842 




1987120? 


NL 


1987-2910 




19871203 


CN 


1987-107289 




19871204 


JP 


1988- 


-28684 




19880212 


JP 


1986- 


-287788 


A 


19861204 


JP 


1987- 


-29591 


A 


19870213 


JP 


1987- 


-77570 


A 


19870401 


JP 


1987-216449 




19870901 



L6 ANSWER 11 OF 28 CAPLUS COPYRIGHT 2005 ACS on STN 

AB A liquid developer for diazo copying paper is obtained by dispersing a 
liquid 

organic amine (boiling ilSO*) in a silicone oil. The developer 

gives high image d. and exhibits no adverse effects from temperature and 

humidity. Thus, octylamine and a silicone oil (KF-96-100i from Shin-Etsu 

Chemical Co., Ltd.) were mixed to give a diazo copying paper developer 

(viscosity 30 cP at 20"). An image prepared by using the developer 

showed a high optical d. of 1.21, and the image did not dlicolor 

after extended light exposure. 

ACCESSION NUMBER: 1985:70298 CAPLUS 

DOCUMENT NUMBER: 102:70298 

TITLE: Liquid developer for diazo copying paper 

PATENT ASSIGNEE(S): Ricoh Co., Ltd., Japan 

SOURCE: Jpn. Kokai Tokkyd Koho, 3 pp. 

CODEN: JKXXAF 
DOCUMENT TYPE: Patent 
LANGUAGE: Japanese 
FAMILY ACC. NUM. COUNT: 1 
PATENT INFORMATION: 1 



PATENT NO. 



KIND DATE 



APPLICATION NO. 



DATE 



JP 59062851 
PRIORITY APPLN. INFO.: 



JP 1982-174839 
JP 1982-174839 



19821004 
19821004 



L6 ANSWER 12 OF 28 CAPLUS COPYRIGHT 2005 ACS on STN 

AB Chelate-type copying materials having outstanding whiteness contain a 

relatively inexpensive organophosphorus-Fe compound with PO- or PS- bonds 
with the Fe3+ and a reactive ligand. In the materials, the Fe compound may 
have a colorless or slightly colored oil-soluble and/or thermally fusible 
organic compound adhering to its surface or may contain an organic base 

therein 

that is not in contact with Fe compound Thus, to a stirred solution 
containing 

4-tert-butylbenzoic acid 89, Ph2HP04 125, Na laurylbenzenesulfonate 70, 
and 5% aqueous NaOH 800 parts was added an aqueous solution of FeC13.6H20 
108 in 

water 500 parts. This dispersion was then mixed with 20% aqueous Na 
tert-butylbenzoate 500 parts and then TiC14 25 parts to give a dispersion 
containing light yellow particles. A coating composition containing these 
particles 

20, Na polyacrylate 1, hydroxyethyl cellulose 1, Ti02 20, CaC03 60, a 
carboxyiated butadiene-styrene copolymer 15, and water 200 parts was then 
coated on a paper support at 5 g/ra2 to give a copying paper undersheet 
with a whiteness of 81%. When combined with a copying paper oversheet 
containing ligand-containing microcapsules, a color image with 
color d. of 0.95 was obtained. 

ACCESSION NUMBER: 1984:601650 CAPLUS 

DOCUMENT NUMBER: 101:201660 

TITLE: Recording material containing iron salts 

INVENTOR(S): Shioi, Shunshukei Matoba, Gensuke; Hiyake, Makoto 

PATENT ASSIGNEE(S): Kanzaki Paper Mfg. Co., Ltd., Japan 

SOURCE: Ger. Off en., 97 pp. 
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AB Thirteen procedures are described for the coloriaetric and fluorometric 
deteroi nation of amines. In the presence of an appropriate base, 
1, 3, S-tri nitrobenzene condenses vith nit rone thane to give a red 
Heisenheiaer-type complex vhich allows determination of alkylamines and 

quaternary 

ammonium cospds. The mobility of the H atom (or atoms) bonded to the 
amino N atom of primary and secondary alkyl- and arylamines, allows 
derivs. vhich permit general or selective detns. Primary and secondary 
alkyl- and arylamines are estimated through the formation of N-substituted 
derivs. of p-ni trephenylazobeazami.de or of 2,4-dinitroaniline (according 
to another procedure, only primary alleylamines afford the latter derivs.). 
Primary alkyl- and arylamines and e-amino acids react vith succinic 
di aldehyde to give a pyrrole derivative vhich is then developed vith 
p-dimethylaminobenzaldehyde. They also yield fluorescent derivs. vith 
f luorescaaine. Primary and secondary alkylamines produce fluorescent 
4-amino derivs. vith 7-nitrobenzofuran. Secondary alkylamines are 
selectively determined as N-substituted derivs. of 

2-chloro-3- (2-aminoethenyl) - 

5,6-dicyano-l,4-benzoquinone, or of 4-amino- or 4, 5-diamino-l, 2- 
benzoquinone. Only primary arylamines condense vith glutaconic dialdehyde 
to yield a colored Schiff's base. Diazo coupling vith 
p-nitrophenyldiazonium ion allows the estimation of all classes of 

arylamines. 

Tertiary alkylamines and quaternary ammonium compds. develop a 

color vith cis-aconitic anhydride in the presence of acetic 

anhydride, whereas only tertiary alkylamines develop a fluorescence vith a 

mixture of aconitic acid and acetic anhydride. 
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LANGUAGE: English 
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AB Early stages of a photochem. reaction in a system containing a charge 
transfer 

complex vere investigated. The mechanism of colored transient formation 
in solution and in polymeric film containing an aromatic amine-CBr2 system 
comprised 

a fev steps. Time of the color stable product formation after 

20 us UV pulse depended on the nature of the aromatic amine and could 

reach a fev seconds. 
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AB Reversible thermochromic conpns. contain (1) phthalein, fluorescein, or 

their derivative type compds. as an electron acceptor, (2) an N-containing 
organic 

compound as an electron donor, and (3) a compound vhich inhibits the 
reaction 

of the electron donor vith the acceptor at a temperature above a certain' 
desired 

temperature The thermochromic compns. are especially useful as temperature 
indicators. 

Thus, thymolphthalein 1, 1, 3-diphenylguanidine 10, and stearyl ale. 100 
parts vere mixed to give a thermochromic composition whose color 
changed from blue to colorless at 50-60. 
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AB Acylhydrazinophenylthiourea nucleating agents having the formula 

RC0NHNH2NHCSNR1R2 (R - H, alkyl, cycloalkyl, haloalkyl, alkoxyalkyl, 
phenylalkyl, or a Ph nucleus vith a Hammett o value-derived 
electron-vithdraving characteristic more pos. than -0.3; Rl, R2 - alkyl, 
haloalkyl, alkoxyalkyl, phenylalkyl, cycloalkyl, a Ph nucleus vith a 
Hammett o value-derived electron-vithdraving characteristic less 
pos. than +0.50, naphthyl, or R1R2 together form a heterocyclic; Z - 
phenylene or alkyl-, halo-, or alkoxy-substituted phenylene) . Thus, a 
multicolor image transfer element vas prepared by coating a 
polyester support vith a layer of gelatin and a cyan redox dye releaser; a 
red-sensitive internal image gelatin-AgBr emulsion layer containing Na 
5-octadecylhydroquinone-2-sulfonate (I) (12 g/mol Ag) and 
l-[4- (2-forraylhydrazino) phenyl] -3, 3-dimethylthiourea (II) (8 rag/mol Ag) ; 
an interlayer containing gelatin and didodecylhydroquinonej a layer of 
gelatin 

and a magenta redox dye releaser; a green-sensitive internal image 
gelatin-AgBr emulsion containing I (12 g/mol Ag) and II (10 mg/mol Ag) ; an 
interlayer of gelatin and didodecylhydroquinonej a layer containing gelatin 
and a yellow redox dye releaser; a blue-sensitive internal image 
gelatin-AgBr layer containing I (12 g/mol Ag) and II (10 mg/mol Ag); and an 
overcoat layer of gelatin and a latex mordant. Upon sensitometric 
exposure and subsequent development of this material, the blue, green, and 
red Dmax and corresponding Dmin values were determined to be 2.26, 2.4 5, and 
2.40, resp., and 0.38, 0.54, and 0.35, resp., vs. 1.88, 2.15, and 0.35, 
resp., and 0.25, 0.34, and 0.19, resp., for a control containing 
(4- (2-formylhydrazino)phenyl] -3-methyl thiourea. 
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AB MtOH stabilizes the fluorescence of carbazole (I), and the fluorescent 
color is affected by the addition of alkali. The fluorescent 
color and identification limits for compds. adsorbed on a 
thin- layer chromatographic (TLC) substrate are tabulated for I and its 
llH-benzo(a)- (II). SH-benzo(b)- (III), 7H-benzo(c>- (IV), 4H-benzo(def ) - 
(V), 7H-dibenzo(cg)-(VI). 1-aza- (VII), 2-hydroxy- (VIII), and N-ethyl- 
(IX), derivs.. iminodibenzyl (X) . and 1, 2-dinaphthylamine (XI). The 
fluorescence emission and excitation spectra and the ultraviolet 
absorption spectra of I -VI I I in neutral and alkaline HCOKHe2 are tabulated, 
and the fluorescent intensities in neutral and alkaline solution are 

compared. 

The eaission spectra of I and VI, the absorption spectrum of II, and the 
excitation spectrum of VI are reproduced. For TLC 20 + 20 cm. 
plates coated with A1203, MN-cellulose-300G, or Florisil were used. 
Plates were coated with A1203 and cellulose by the method of Brinkmann 
Instruments Inc. (Operating manual 103-A.), and with Florisil by mining 35 
g. with 70 ml. of H20 in a blender for 3 min. and then spreading with an 
applicator. Chromatographic procedures used were cellulose plates 250 
^ thick developed in (A)C5H12: Bt20(19:l); (B> C5H12:CHC13 (3: 2) ; (C) 
NH40H; (D) EtOH-NH40Hj (E) cellulose plates 500 »i thick developed in 
25% aqueous HCONHe2 (F) Florisil plates 500 ji thick developed in C5H12:Bt20 
(3:1). System A separated polynuclear hydrocarbons up to coronene; B 
separated 

carbazoles from polynuclear aromatics, aza heterocyclics, and phenols; C 
separated V type from other carbazoles, and by aqueous dilution of solvent 
from one 

another/ D separated III from others; E separated I and V from II, III, IV, 

and 

VI i F separated as E, except that while separation of I and V from others 

was 

greater than E, separation of I from V was less. Application to the 
detection 

of III in com. pure chrysene is described. 19 references. 
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AB In the course of earlier work (CA 55, 27331g) Et l-phenylpyrrolidine-2, 5- 
dicarboxylate was heated with PhCH2NH2 (I) in which NaH had been 
dissolved. A red-purple color developed, and dibenzylamine-HCl 
(II) was isolated. This work was reinvestigated. NaH (52%, 2 g.) in 
mineral oil was added to 34 ml. I under N and the mixture warmed. The 
solution became pinkish at 47', cherry red at 65', 'and deep 
magenta at 77'; 1 ml. acid was neutralized in the receiver after 
0.5 hr. at 75-7'; the temperature was kept 3.5 hrs. at 83-8*. The 
rate of evolution of NH3 rose to a maximum of 0.5 meq./min. after 0.5 hr. at 
85*. Treatment with H20 caused loss of color. The mixture 
was swept 1 hr. with N, cooled, extracted with Bt20, and the extract 

distilled to 

giva 11 g. II upon treatment with acid. The neutral fraction weighed 2.3 
g. and had" the odor of BzH. A 2nd experiment was carried out in a flask 
initially containing NaH suspension and evacuated to 0.04 mm.; on addition 

of I 

only a portion of the expected H was evolved, and the rest was not evolved 
until the temperature reached 60". Color appeared at this 
point. The neutral part contained 0.7 g. BzH and PhHe Attempts to produce 
directed reactions using PhNH2 or PhNHMe with benzyldimethylamine were 
unsuccessful . 
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AB The production of a violet color by oxidation in the presence of 
pyrocatechol (I) can be demonstrated with several y of secondary 
amines. A pos. reaction with an optical d. of 0.3 in a 1-cm. glass cell 
is given by 22-60 y Bu2NH, diethanolamine, Et2NH, piperidine, or 
pyrrolidine in 0.5 ml. acetone to which is added 1 ml. 0.1% I in acetone 
plus 2 mg. Ag20. After 10 min. at room temperature, 2 ml. acetone is added 

and 

the color is read at 510 op. A similar reaction is obtained 
with the HC1 salts of adrenalone, dibenzyl amine, Bu2NH, diethanolamine, 
EtNH, Me2NH, ephedrine, N-methylani line, piperidine, L(-) -proline, or 
pyrrolidine with 28-95 y in 0.5 ml. H20, to which is added 1 mol. 
0.1% I in acetone, then 2 ml. acetone and approx. 2 mg. Ag20. In this 
case, the reading is made at 510 rajx after 1 hr. at room temperature, except 
that a reaction time of 2 hrs. is required for the proline. The presence 
of primary amines interferes with the reaction, but tertiary amines do not 
react. 
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AB Dyes of various shades, suitable for crayons, water colors, inks, 

pigments, and for coloring fibers such as wool, nylon, silk, are made by 
treating citrazinic acid (I) with amines in the presence of H202. Amines 
are RNH2 where R is a Cl-18 alkyl; R'NHR", where R' and R' ' are Cl-12 
alkyls; XN(Y)Z, where X, Y, and Z are Cl-8 alkyls. Dibenzylaraine is also 
disclosed. The R's may contain CI, COOH, C0NH2, or up to 2 HO groups. I 
15.5, and ethanolamine (II) 18.6 are heated at 50* for 12 hrs. The 
green color is destroyed by heating to 130*. 

Stabilization is effected by neutralization with AcOH and treatment with 
CaC12. The green dye is then stable to 200'. In the absence of ' 
air, no color is formed. Similarly, a blue dye was prepared from 
22.5 parts 3-aminopropanol. I 15.5, dehydroabietylamine 96, iso-PrOH 
(91%) 250, and H202 (3%) 100 were heated to 90' to give a blue dye 
capable of forming a lacquer with Et cellulose and BuOH, giving a 
H20-repellent film on fabrics. I 15.5, MeNH2 (40%) 23, H202 (3%) 10, and 
distilled H20 10 parts are stirred at 70'. A blue dye is formed after 
5 min., suitable for nylon, wool, and silk. Similarly, 59 parts Me3aN 
(30%) gave a blue-black dye; and 30 parts II with 40 parts concentrated HC1 

give 

a blue-green dye suitable for acetate, cotton, nylon, viscose, wool, and 
Orion. 
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AB cf. preceding abstract One til. 0.1* aqueous solution of pyrazolone 

derivative (I) was 

treated with 1 al. II Mn(N03)2, 1 drop of II NaQH, and, after 1-2 min. 
stirring, with 1-2 drops or a fev crystals of organic acidt aoinopyrine (II) 
and novalgine (III) gave intense blue colors vhile antipyrine gave no 
color. The limits (in y) of detection for II and III with 
various acids %rer«i oxalic, 50, 50; acetic, 125, 125/ tartaric, 200, 200; 
lactic, 300, 200; citric, 300, 50. The presence of o-MeC6H4NH2 (IV) or 
benzidine (V) improved the sensitivity. To 5 ml. II Mn(N03)2, 2 drops 201 
HaOH, and a fev crystals of IV or V vare added, followed by 3 drops of 
acid after 1-2 oin. stirring. Initial colors varied with the acid and I 
used. Colors faded or changed with tine. 
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AB cf. C.A. 51, 14580g. Mg powder (2.4 g.) and 12.7 g. iodine shaken vith 20 
ml. anhydrous Et20 and 30 ml. anhydrous C6H6 to disappearance of the iodine 
color, the mixture treated with 0.1 mole Schiff base in 30 ml. 
anhydrous C6H6 vhile introducing N, the mixture shaken until all the Mg had 
dissolved, hydrolyzed with ice K20, the precipitated Mg(OH)2 brought into 

solution 

with AcOH (usually 16 g. 301 AcOH solution), the organic phase separated, 
the aqueous 

phase extracted 2-3 times vitb C6H6, the combined organic phases dried, 30 

ml. 

Bt20 added, the solution saturated with HC1, the solvents distilled, the 
residue 

boiled a short time with Me2CO or dioxane, the extract kept overnight in the 
refrigerator, the precipitate filtered off, and crystallized from MeOH-Et20 
gave the 

ethylenediamine derivs. Products vith cyclic substituents on the N atom 
ware worked up directly by distilling the solvents and crystallizing the 
residue 

vith Me OH. The following results vera obtained on reduction vith Mg-HgI2 
mixts. (Schiff base used, yield (g.) on vorking up vith Me2C0, yield (g.) 
on vorking up vith dioxane, product obtained, ra.p., m.p. of base, nD/t 
given]: PhCH:KMe (I), 8.3, 6.8, (MeNHCHPh) 2. 2HC1, 304*, 
135', 1.5101/144-7* and 1.5203/126-8*; PhCH:NEt, 
3.8, 2.1, (EtNHCHPh)2.2HCl, 261*. 86-7*. 
1.5101/101-3* and 1.5203/78-9*; PhCH:NPr (II), 6.5, 3.7, 
(PrNHCHPh)2 (III).2HC1, 205*, 83*, 1.5000/101-2* and 
1.5101/81-3*; PhCH:NCHMe2 (IV), 2.2, 2.8, (Me2CKNHCHPb) 2 (V).2HC1, 
250-5*, 119*, 1.4683/153-6* and 1.4840/118-20*1 
PhCH:NBu, -, 4.2 [direct distillation of the Et20-C6H6 residue yielded 7.8 

9- 

(BuNHCHPh)2 (VI). bl 160-70*], VI.2HC1, 185-220*, oil, 
1.5000/86-7* and 1.5101/76-8*; PhCH:NCH2Ph (VII), 11.9, 
12.6, (PhCH2NHCHPh) 2 (VIII).2HC1, 235-6*, 151", 
1.5400/168-70*, and 1.5502/145-7* (distillation of the Et20-C6H6 
residue gave VI I I directly); PhCH:NCH2CH2Ph (IX), 13.5, 13.0. 
(PhCH2CH2NHCHPh) 2 (X).2HC1, 239-40*, 123', 

1.5400/142-4* and 1.5502/115-17* (distillation of the Et20-C6H6 
residue gave 11.0 g. X directly); PhCH:NR (R - cyclohexyl) (XI), 3.6, 
10.5, (RHHCHPh) 2 (XII).2HC1, 261-3*. 128*. 

1.5000/147-9* and 1.5101/126-7* (distillation of the Et20-C6H6 

residue gave 1.2 g. XII directly). For identification of the above 

compds., comparative substances were prepared by treatment of Schiff bases 

vith activated Al according to previously described methods (loc. cit.). 

Analogous to previous findings, benzylalkylaraines vera also formed in 

addition to the ethylenedi amines. The following results vera obtained by Al 

reduction (Schiff base used (0.1 mole), g. substituted ethylenediamine 

formed, m.p., g. benzylalkylamine formed, b.p./mm., m.p. of HC1 salt of 

benzylalkylamine given]: II, 6.2 III, 83*, 2.7 PhCH2NHPr, 

102-8V12, 184*; IV, 4.8 V, 119*, PhCH2NHCHMe2, 

110-12V12, 192*; VII, 7.7 VIII, 151*. 6.9 

(PhCH2)2NH, 180V12, 256-8*; IX, 6.1 X, 123*, 

PhCH2CH2NHCH2Ph, 177-9*/12, 261*; XI, 13.2 XII, 128*, 

PhCH2NHR, 134-7*/12, 282*. Mg powder (5.4 g.) and 50 g. 

iodine in 90 ml. Et20 and 90 ml. C6H6 shaken to disappearance of the 

iodine color, excess Mg filtered off, the filtrate treated 

portionwise with 48 g. I in 60 ml. C6H6, the mixture kept overnight in the 

refrigerator, the precipitate filtered off. washed with Et20, and dried in a 

vacuum desiccator gave 84.8 g. (PhCH:NMe) 2.MgI2, decomposed by H20 into I 

and MgI2. 
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cf. C.A. 48, 2649i. The color reaction with ninhydrin and with 
alloxan was studied for its specificity on compds. of the ArCH (NH2) R type. 
Tha following compds. were tested: PhCH2NH2 (+, +), p- and 
o-CH3(C6H4)CH2NH2 (+, +) , p-H0C6H4CH2NH2 (4, +) , p-CH30C6H4CH2NH2 
<+, +), 3,4-(0CH20)C6H3CH2NH2 (+, +) , p- and m-HOOCC6H4CH2NH2 (+, +) , 
P-H03SC6H4CH2NH2 (+, +), p-NH2S02C6H4CH2NH2 (+, +), PhCH(NH2) COOH (+, +), 
PhCH(NH2)CH(OH)COOH (+, +>, PhCH(0H)CH(NH2)Ph (+, +), 3,4- 
(0CH20)C6H3CH(0H)CH(NH2)C6H3(OCH20)-3,4 (+, +), PhCK2NHCH3 (+, +), 
(PhCH2)2NH (+, +), PhCH2NHPh (-, -), p- (CH3) 2NC6H4CH2NH2 {?, -) , 
p-CH3OC6H4CH(NH2)CH(C2H5)C6H40CH3-p (+, -) , p- 

CH30C6H4CH(NHCH3)CH(C2H5)C6H40CH3-p (+,->, NH2CH2CONHCH2COQH (+, -), 
NH2CH2COOC2H5 (+,-), NH2CH(CH3) COOC2H5 (+, -), (CH3 ) 2CHCH <NH2 ) COOC2H5 ( - , - 
), NH2C(CH3)2COOC2H5 (-, -) . Pos. sign in parentheses indicates pos. 
reaction vith ninhydrin and alloxan, resp. Moisture is necessary for the 
color change from yellow to purple (ninhydrin), orange to pink or 
purple (alloxan) . 
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cf. ibid. 943. Paper-chronatographical separation and identification were 
triad of 2, 4' -and 4, 4' -dihydroxydi benzyl amine (I and II, reap.) by use of 
H20 and C6H6-AcOH-H20 developing agents and diazotized p-nitroaniline as 
color foraer. Neither I nor II vara noticeably recognized in the 
paper chroma tog rams of resolic substances produced froa HCHO and phenol in 
the presence of NH3 catalyst, vhereas spots of I and II ware clearly 
observed in paper chromatograms of the products by reaction between 1 nole 
each of phenol and HCHO in the presence of 0.05 nole (NH4)2S04 at 
50*. 

1956:72094 CAPLUS 
50:72094 
50:13502c-d 

2,4'- and 4, 4 ' -dihydroxydi benzyl amine as intermediate 
reaction products in ammonium- catalyzed phenolic resin 
Seto, Shojii Horiuchi, Hikaru 
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AB Reaction between N-chloroamines and amines produces the following results: 
in primary and secondary aromatic amines, in which N is directly bound to 

the 

aryl group, ring chlorination takes place* in amines which have an aliphatic 
link to the N only exchange occurs (N- chlorination) ; tertiary amines 
(aliphatic) lose 1 alkyl group with oxidation to the aldehyde and form N-Cl 
derivs. N-Chloro-N-acylani lines or toluidines (unspecified) react with 
2-C10H7NH2 (equiaolar amount) in C6H6 with precipitation of the base of the 

derivative, while the solution gives 95-61 l-chloro-2-naphthylaaine, m. 
57-8 * i if an excess of chloramine is used, then in addition to precipitation 
of the base, there is also formed a yellow precipitate, insol. in C6H6, 
decompose 

150*, which on warming in water or treatment with alkali turns red 
with loss of HC1, and becomes soluble in organic solvents! the red 
substance a. 

about 120*i their behavior suggests that the yellow solid is 
1, l , -dichloro-2,7 , -azonaphthalene-2HCl, while the red substance is the 
free azo compound ; the mother liquor after removal of the ppts. yields a 
deep red solid, m. 108-10*, giving no m. -pt. depression with the 
product obtained by the above procedure. 1-C10H7NH2 in the above 
reactions with an equimolar amount of N-chloroaraine gave 4, 1-C1C10H6NH2, m. 
97* (HC1 salt, m. 195*); when 2 mol of the N-chloroamine are 
used there is formed 2, 4-dichloro-l-naphthylamine, m. 80* (HC1 
salt, m. 166* ) ; 3 mol of the N-chloroamine gave a red color 
and HC1 evolution, with separation of an amorphous dark- red solid, n. about 
80*, apparently an azo derivative Equimolar amts. of N-Cl derivs. and 
Ph2NH gave (4-C1C6H4) 2NH, m. 78*, and a crude mixture of PhZNH and 
Ph(4-C1C6H4) NH; 2 mol of the N-Cl derivative gave 1001 of the above di-Cl 
derivative; 3 mol gave in addition some (2, 4-C12C6H3) 2NH, ra. 135". Addition 
of the N-chloramines to primary aliphatic amines gives mono-N-Cl amines in 
equimol. reactions and N, N-dichloroamines when 2 mol are used) the amount 
of .active Cl in the solution does not change. Passage of dry HC1 into such 
solns. obtained from secondary aliphatic amines results in cleavage of the 
R2NC1 into R2NH, with formation of the original secondary amines in the 
form of HC1 salts. Et3N with N-chloroamines gave a precipitate of the base 

of 

the chloroamine as well as an insol. precipitate, ra. 235*, identified as 
Et3N.HCl, while the solution yields some Et2NCl, best detected by 
decomposition 

with dry HC1; in a typical experiment 10 g. Et3N gave 5.8 g. Et3N.HCl and 

3.9 

g. Et2NH.HCl after such treatment. PhCH2NH2 and (PhCH2)2NH react smoothly 
with N-chloroamines and yield N-Cl derivs. (PhCH2)3N does not appear to 
react on standing in C6H6 but the amount of active Cl in the solution slowly 
declines and a precipitate appears, identified as <PhCH2) 3N.HC1, ra. 227*; 
passage of HC1 into such solution gives, among the other products, 
(PhCH2)2N.HCl, m. 255* ; thus, 15 g. (PhCH2)3N treated as above gave 
8 g. (PhCH2)3N.HCl and 5.2 g. (PhCH2) 2NH.HC1, while an aqueous extract of 

mixture gave 1.1 g. BzOH and some BzH. An equimol. mixture of Me2NPh and an 
N-chloroamine in C6H6 showad a loss of active Cl in 3-4 h. and a 
precipitation of 

the chloroamine base; the solution gave a greenish liquid, which was 
separated into 

2 fractions, b. 206* and 232*, apparently o- and p- isomers 
of ClC6H4NMe2; HN02 gave 2 NO derivs., oil and m. 55*, also 
characteristic of nitroso derivs. of o- and p-ClC6H4NMe2; 2 mol of 
N-chloroamine gave 2, 4 -dichlorodi methyl aniline, b. 234*, while 3 



the 
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mol gave the 2,4,6-tri-Cl deriv., b. 247*. 
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AB cf. C.A. 40, 7039.5. A study was made to determine whether dithiophosphinic 
acids are formed by a reaction analogous to that between P2S5 (I) and 
ales, and phenols (cf. Cambi, C.A. 40, 3734.8), viz., by the action of 
P2S5 on Grignard reagents. With a suspension of P2S5 in anhydrous Et20 and 
MgRX (II) in the proportions represented by the ideal reaction: (1) 1+4 
II -» 2R2PSSMgX + MgS + MgX2, there were recovered, by decomposition of 
the reaction mixture by acids, RP(OH)(:S)SH (III), R2PSSH (IV), R3PS (V), 
and RSH (VI). VI is probably a secondary product (perhaps from II and 
free S), but V and III are formed by the reactions: (2) I + 6 1 1 -» 
2 V + 3 MgX2 + 3MgS, and (3) I + 2 II -» (RP(:S) (SMgX))2S (Via); Via 
+ 2H20 + 2HC1 -♦ 2 III + MgCl2 + H2S + MgX2. These correspond to a 
degree of alkylation of I greater and less, resp., than that in reaction 
(1), but which are completed simultaneously with the latter. Reaction (1) 
proceeds best at low temps, and with stoichiometric proportions, vhereas 
reaction (3) transforms all I into phosphine sulfide only at elevated 
temps, and with a large excess of Grignard reagent. In no case was a 
quant, yield of IV obtained by reaction (1) and acidification, and under 
the best conditions of concentration, time, and proportions of reagents, 

the maximum 

yields vere approx. 201. Reaction (1) is recommended for the preparation of 
RP0(0H)2 acids, which can be obtained easily from the thio acids by 
oxidation with HN03 and Br; reaction (2) is recommended for the preparation 



of 



trialkylphosphine sulfides, without passing, as do raethods described in 
the literature, through the objectionable primary and tertiary phosphines. 
In brief, the reactions between I and 2, 4, and 6 raols., resp., of II lead 
to III, IV, and V, resp. Since in the preparation of IV, large yields of 

III 

are forraed, the problem of separation is involved. This is not difficult 
through the Ni salts. Ni salts of IV are slightly soluble in water, and can 
be completely extracted by Et20 or C6H6, whereas Ni salts of III can be 
extracted 

by Et20 from aqueous solution only after acidification. Alternatively, the 

acid 

solution containing the Ni salts of III and IV can be extracted by C6H6 
(which 

dissolves only IV salts) and then by Et20 (which dissolves III salts). I 
(22 g.), added slowly to 600 cc. 2 M MgEtBr (VII) in Et20, heated 12 hrs. 
on a steam bath, evaporated, the residue heated 12 hrs. at 100*, 500 
cc. Et20 added, excess MgEtBr decomposed by dilute H2S04, the Et20 layer 
vashed with dilute NaOH, evaporated at 100-10*, filtered, and the 
crystallized 

residue purified by EtOH, yields 23 g. of trie thy lphosphine sulfide, Et3PS 
(VIII), m. 94*. I (50 g.), added slowly to 600 cc. 2 M VII in 
Et20, heated 12 hrs. on a steam bath, the product decomposed by water (so 
that acids remain as Mg salts in solution, while VIII. EtSH, and Et2S remain 
in the Et20) , the aqueous layer exactly neutralized, clarified by animal 
charcoal, acidified by dilute HC1, extracted with Et20, the extract dried by 
Na2S04, a current of dry NH3 passed through, the precipitate (the NH4 salts) 
dissolved in water, filtered (animal charcoal), excess NiS04 added, 
extracted 

vith C6H6, and the residue from the extract purified by EtOH and CC14, 
yields 

14 g. of Ni diethyldithiophosphinate, Ni(SSPEt2)2 (IX), violet, m. 
110*. Treated with dilute NaOH, filtered, and extracted with Et20, IX 
yields diethyldithiophosphinic acid, Et2P(:S)SH (X) , an oil. By double 
decomposition of the NH4 salt with CdS04, this forms the Cd salt, 
Cd(SSPEt2)2, 

ra. 114*. IX and excess iodine in CC14 or 1.5 g. X and 1.3 g. 
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iodine in Et20 yield, after washing the product with dil. Na2S203. 
[Et2P(:S)S)2, a yellow oil. Comparison of IX with the Ni salt fXl) prtpd. 
by Hofmann (Ber. 4, 430(1871)) shows the same compn. and mol. wt. , but 
different soly. , color, cryst. form, and a. p. Probably X and 
the acid (XII) from which H. prepd. XI represent a case of spatial 
isomerism with planar distribution, never observed in other compds., of 
the substituents around the P atom. To det. whether X can be transformed 
into XII, IX was kept 30 hrs. at 120". and 6 hrs. at 150*. 
There was no change except incipient decompn. at ISO*. Boiling 5 
g. IX in C6H6 4 hrs. yielded 0.5 g. XI, but since the IX was impure, this 
XI may have been present originally. Furthermore, no conditions could be 
found in the prepn. of IX and X under which any XI or XII was formed. X 
(1.5 g.) in 50 cc. water, treated with 6.4 g. Br in water, filtered, 
evapd., taken up in 20 cc. water, excess Ag20 added, heated 6 hrs. on a 
steam bath, filtered, evapd., 20 cc. EtOH added, heated to the b.p., 
filtered, and crystd., yields Et2P00Ag (cf. Ber. 25, 2439(1992)). A Ag 
salt with the same properties was obtained by similar oxidation of XII, 
but their identity could not be proved, since both decomposed before 
fusion. VII (200 cc. H soln. in Et20), added dropwise to 22 g. I 
suspended in Et20 (heat is evolved), boiled several min. , decomposed by 
water, the aq. layer filtered (with animal charcoal), excess aq. NiS04 
added, acidified (to Congo red), extd. with C6H6 (to remove traces of IX), 
the aq. soln. extd. with Et20, the ext. evapd. on a steam bath and then in 
vacuo, and the residue washed with C6H6, yields Ni etbyldithiophosphonate, 
Ni(SSP(OH)Et)2 (XIII), violet-blue. The NH4 salt and Na salt are sol. in 
water (violet solns.), and, when treated with solns. of primary or 
secondary amines, ppt. violet cryst. Ni alkylammonium salts, e.g. the 
di benzyl ammonium salt, (C14H16N)2Ni (S2P0Et) 2, the diethylammonium salt, 
(C4H12N)2Ni (S2POEt)2, and the diisobutyl ammonium 

salt, (C8H20N)2Ni (S2POEt)2. XIII, treated with colorless (NH4)2S, 
filtered, acidified, extd. with Et20, and the ext. dried and evapd. in 
vacuo, yields ethylditbiophosphonic acid, EtP(0H)SSH, an oil decompg. in 
air (evolution of H2S) . XIII, treated with Br, filtered, evapd. at 
120*, NH40H added, and evapd., yields the Ni salt, EtP03Ni, yellow. 
This, treated with (NH4J2S, HN03 added, evapd. to dryness at 250', 
and the residue distd. in vacuo, yields EtP03H2, b8 330-40*, m. " 
30-5* (cf. 44.5* of Hofmann, loc. cit.). iso-PrMgBr (250 
cc. 2 M Et20 soln.), added slowly to 22 g. I in anhyd. Et20, refluxed 24 
hrs., decompd. by water, and the Et20 layer evapd., yields 1.5 g. of 
(iso-Pr)3PS. The aq. layer, neutralized (exactly to litmus), filtered 
with animal charcoal, acidified, extd. with Et20, the ext. dried, dry NH32 
passed through, the ppt. washed with anhyd. Et20, dried in vacuo, 
dissolved in a little water, filtered with animal charcoal, coned. NiC12 
added, and the ppt. washed and dried, yields 12 g. of Ni 
diisopropyldithiophosphinate, [ (iso-Pr) 2PSS] 2Ni (XIV), violet, m. 
110*. This is a mixt., for fractional crystn. from EtOH yields an 
isomer, m. 122*, and an intense blue isomer, ra. 196*. The 
mother liquor from the sepn. of XIV contains (iso-PrPOMgSS) 2Ni, which, 
extd. with Et20 from the acidified soln., the ext. evapd., and the residue 
washed with C6H6, yields 20 g. of Ni isopropyldithiophosphonate, 
(iso-PrP{0H)SSJ2Ni (XV), m. 167-9* (decompn.). Ale. XV (2 g.) and 
excess ale. HN(CH2Ph)2 (4 g.) ppt. 4.146 g. of the dibenzylammonium salt, 
(C14H14NH2)2(iso-PrPOSS)2Ni, of XV, violet. XV, oxidized by Br, filtered, 
evapd., NH40H added, and boiled until all odor of NH3 has disappeared, 
yields Ni isopropylphosphonate, iso-PrP0O2Ni . Aq. XV, treated with 
(NH4)2S, acidified, and extd. with Et20, yields isopropyldithiophosphonic 
acid, iso-PrP (OH)SSH, a yellow oil, more unstable (evolution of H2S) than 
X. MgPhBr (400 cc. of a 2 M soln.), added dropwise to a suspension of 22 
g. I in 100 cc. anhyd. Et20 (heat is evolved), heated 12 hrs. on a steam 
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bath, evapd., the residue heated several hrs. at 120', decomposed 
by water, extd. with C6H6, the ext. evapd., heated to 120*, and 
purified by EtOH, yields 40 g. of Ph3PS, m. 158* (cf. 157.5* 
of Soden (Ann. 229. 307(1885) and 161* of Staudinger and Meyer 
(C.A. 14, 538)). I (22 g.) added slowly to MgPhBr (250 cc. of a 2 M 
soln.), heated 12 hrs. on a steam bath, evapd., heated 12 hrs. at 
90-100*, 500 cc. of Et20 added to the dry residue, decomposed by 
water, the aq. layer neutralized (litmus), C02 passed through to remove 
Et20 and H2S; filtered with animal charcoal, acidified (Congo red), extd. 
with Et20, the ext. dried by Na2S04, dry NH3 passed through, the impure 
NH4 salt treated with a Ni salt, and the product purified by boiling 
xylene, yields Ni diphenyldithiophos phinate, (Ph2PSS)2Ni (XVI), which, 
treated with dil. KQH, acidified, and extd. with Et20, yields 6-8 g. of 
diphenyldithiophosphinic acid. Ph2PSSH, silky, m. 25-30*. The 
latter or XVI, oxidized by excess hot coned. HN03, and the product 
purified by EtOH, yields Ph2P0OH, m. 188-9* (cf. 190* of 
Michaelis, Ber. 12, 564(1879), and M. and Wegner, C.A. 9, 1334) I (22 
g.) and MgPhBr (180 cc. of a 0.5 M soln.), agitated cold 2 hrs., heated 
6-8 hrs. on a steam bath, decomposed by water, the aq. layer acidified 
(Congo red), extd. with Et20, the ext. dried by Na2S04, evapd., the 
residue (NH4 salt) treated with aq. NiS04, acidified, extd. with Et20 in 
vacuo, and evapd. in vacuo, yield Ni phenyldi thiophosphonate 
[PhP(0H)SS)2Ni (XVII), m. above 200* (decompn.). 

Phenyldithiophosphonic acid (XVIII), prepd. from XVII in the regular way, 
is a semisolid mass which decomposes too easily to be analyzed. Analysis 
of XVII showed 321 S instead of 29.351, probably because of the presence 
of PhP(:S)(SH)2 (XIX), formed by hydrolysis from the presumably initial 
product, thus: (PhP(:S)SH]2S + H20 -» XVIII + XIX. Oxidation of XIX 
by fuming HN03 yields PhP0(0H)2, m. 156* (cf. 158* of 
Michaelis (loc. cit.) and M. and Wegner (loc. cit.)). Ale. XVII and 
excess ale. Et2NH give a ppt. which, filtered in vacuo, washed with EtOH, 
dried, yields nickel diethylammonium phenyldi thiophosphinate, 
(C4H12N)2[PhP(:0) (:S)S]2Ni, which, by acidification and extn. with Et20, 
yields XVII. Similarly XVII and HN(CH2Ph)2 form ni eke Id ibenzyl ammonium 
phenyldi thiophosphinate, (C14H9N)2(PhP(:0) (:S)S]2Ni. 
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AB cf. C. A. 36, 3160.6. The color test is carried out by adding 1 

cc. of the organometallic solution (RLi or RMgX) , without shaking, to 0.5 

cc. 

of an approx. M solution of PhCH2NH2 or (PhCH2) 2NH in unsaturate-f ree dry 
petr. ether (b. 60-8* ); the appearance of a cherry-red 
color in a few sec. is a pos. test. If the RM solution is quite 
dilute, the color may fade in a few min. The shade of the red 
color depends to some extent on the concentration of the RM solution Amin< 
giving a pos. test are PhCH2NH2, (PhCH2)2NH, dl-PhMeCHNH2 (pale orange in 
about 0.5 hr.), Ph(CH2)2NH2, Ph(CH2)3NH2 (yellow to red in 10 min.), 
CH2:CHCH2NH2 (orange to red in 10 min.), (CH2:CHCH2> 2NH (orange to 
slightly red after 10 min.), PhNH2 (deep brown in 4 min.), 2-C10H7NH2, 
p-BrC6H4NH2 (reddish brown in 2 min.). Neg. test: (PhCH2)3N, PhCH2KMe2, 
MeNH2, BUNH2, Me2NH, Et2NH, H0CH2CH2NH2, PhNHMe and p-H2NC6H4NH2 . Pos. 
tests were obtained with freshly cut Li, Na and K, RLi, RNa, EtX, Et2Sr, 
Et2Ba, Ph2Ba, and neg. tests with RMgX, Et2Ca, BuCal, PhCal and Et2Zn. 
Carbonation of the red solution from (PhCH2)2NH and BuLi gives 27% of 
a- (benzylamino) -o- toluic acid, m. 164. 5-5. 5* * heating at 
140* .gives 97.31 of the lactam, m. 89-90*. 
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AB There is described a new reaction between alkali metals and benzylamine 
which is apparently given by a whole series of amines. Intensely colored 
compds. are formed which in certain cases can be used for the quant, 
detection of the presence of certain organometallic compds. The results 
so far obtained are reported now because of the recent appearance of a 
paper by Stoelzel (C. A. 35, 7381.8). It had been shown (C. A. 33, 
3761.7) that Ph2C:CHNH2 (I) can be obtained from Ph2C (OH) CH2NH2 (II) with 
concentrated H2504, but the yield and purity of the product left much to be 
desired. In view of the extraordinary sensitivity of I to acids, it was 
attempted to effect the dehydration of II with a basic condensation agent. 
When II in toluene vas refluxed with powdered NaNH2 in the absence of 
moisture, the individual NaNH2 particles became in a few min. an intense 
cornflower-blue, the solution itself remaining colorless. The color 
was discharged almost instantly by vigorous shaking with air, but under N 
it was stable. Under the same conditions Na and K instead of NaNH2 gave 
no color' with II, but a number of amino ales, other than II and 
also simple amines (none of them purely aliphatic) do form colored 
reaction products with NaNH2 in the absence of moisture and air. The 
following colors were obtained: PhCH(0H)CH{NH2)Pb, red; 
Ph2C(QH)CH(NH2)CH2Ph, dirty red; PhCH2CH2NH2, yellowish red; PhCH2NH2, 
intense red; (PhCH2)2NH, brownish red; (PbCH2)3N, red; PhNH2, dark brown; 
Ph2NH, dark green; Ph3N, dark green; p-toluidine, violet; p-ClC6H4NH2, 
brown; 0-02NC6H4NH2, red; m-02NC6H4NH2, green; pyridine, black-brown; 
piperidine, red-brown. Although the color reaction is in 
general given by primary, secondary and tertiary aromatic and 
aromatic-aliphatic amines, it is possible that in individual cases the 
reaction of a tertiary and perhaps also of a secondary amine is due to 
preliminary cleavage to primary amines. The absorption spectra of the red 
solns. obtained from PhCH2NH2 and (PhCH2) 2NH with NaNH2 were' identical, 
but with Li instead of NaNH2 they were different. Furthermore, when 
(PhCH2)2NH in toluene was boiled 8 days with NaNH2 there was obtained, in 
addition to unchanged (PhCH2)2NH, only 0.2 g. (PhC3Q)2 and no PhCH2NH2 could 
be detected. K, even after shaking several days, does not react with II. 
Later expts. showed, however, that in general all alkali metals (and also 
organo-alkali compds.) react but the reaction velocity depends greatly 
both on the concentration of the amine and on the nature of the metal. To 

obtain 

as uncomplicated a picture as possible, PhCH2NH2 was chosen for further 
expts. The reaction with NaNH2 is strikingly accelerated by light, the 
color which appears in a few min. in daylight requiring several 
hrs. for its development in the dark. This sensitivity to light has thus 
far been observed only with NaNH2 and not with Na, K or Li. The products 
obtained with alkali metals and with NaNH2 gave with the Zeiss step 
photometer curves which showed no appreciable differences. All subsequent 
work was done with products obtained with Li, which reacts about 10 times 
more rapidly than Na or K. The nature of the solvent plays but a 
subordinate role. A solution of PhCH2NH2 in ether with Li under N in a 
sealed tube attained a maximum of color In a few hrs., but after 
several hrs. longer the color distinctly diminished and in 24 
hrs. the solution had become completely colorless and a colorless 
crystalline precipitate 

had separated In one leg of each of 4 inverted U-shaped tubes was placed a 
PhCHZNH2-ether-Li mixture and in the other leg ether, petr. ether, benzene 
and PhCHZNH2, resp., and the tubes were sealed under N. After the solns. 
in all 4 tubes had become colorless they were mixed with the solvents in 
the other leg of the tubes by tilting the tubes. In the first 3 tubes no 
change occurred whereas in the 4th tube the color was restored. 
The same effect was obtained by mere warming of the colorless solns. It 
has not as yet been possible to obtain the colored product in solid form 
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for analysis. The colorless cryst. ppt., when re&oved fron the N ata. , 
immediately bee ones red and in a few sec. de coops, with evolution of 
fuses. The fine crystals vere dravn off by suction under N free the 
coarse particles of unchanged Li through a fine tube, then collected on an 
asbestos filter, washed with ether, and dried a short time in vacuo under 
N. The product so obtained, still moist with ether, contained N and Li in 
the at. ratio 1:1. Decompn. with ice water gave PhCH2NH2 and NH3 in the 
mol. ratio 1:1, as detd. by distn. of the volatile bases. with steam, 
conversion into the HCl salts, evapn. and extn. with aba. ale. The Li, 
NH3 and PhCH2HH2 contents left 13.6% unaccounted for, in all probability 
due to ether still present in the original crystals. In the filtrate from 
the crystals, after removal of the excess of PhCH2HH2 as carbamate, were 
identified BzOH (with PhCH2C02H also present), one or more amines forming 
no solid product with C02, BzH and (PbCH2)2. These results indicate that 
the primary reaction between PhCH2NH2 and Li must be very similar 
(PhCH2NH2 + 2Li -* PhCH2Li + LiNH2) to that between NH3 and alkali 
metals. To det. under what conditions the max. color intensity 
is obtained in the reaction, 10 and 2.5% solns. of PhCH2NH2 in ether were 
treated with from 1 to 1/24 equiv. of Li and the extinction coeffs. (at 
4 58 c*») of the mixts. were measured when the reactions had gone to 
completion (some days with the 10% soln., several weeks with the 2. St 
soln.). The max. of extinction are obtained with a Li : PhCK2NH2 ratio of 
about 1:8 and are proportional to the concn. of PhCH2NH2. Although the 
substitution of Li for NaNH2 was already an improvement, its use still had 
considerable drawbacks from a preparative standpoint, and the readily 
available PhLi was accordingly investigated. This, too, gave a red soln. 
which on further addn. of PhLi was gradually decolorized and deposited a 
cryst. substance. This, however, was entirely different from that 
obtained with Li> it gave no evidence of great instability toward O and a 
soln. in PhCH2NH2 remained completely colorless) it dissolved easily in 
water without evolution of gas or any appreciable heat tone, m. 
106" and had the compn. LiBr. 2PhCH2NH2. On distn. in vacuo it gave 
pure PhCH2NH2 and left a residue of LiBr (originating from the PhLi soln., 
which had been prepd. from PhBr and Li in ether). Its structure was 
confirmed by synthesis from BuLi in benzene with PhCH2NH2.HBr and from 
PhCH2NH2.HBr in PhCH2NH2 with Li. Since the properties and method of 
prepn. of the red reaction product indicated it might be an ionized 
compd., cond. measurements were made under various conditions. In the 
mixt. of PhCH2NH2 and NaNH2 the appearance of the red color was 
accompanied by an appreciable cond. which disappeared with the 
decolorization of the soln. with Li the cond. -time curve had the same 
form as the curve obtained by plotting the extinction vs. the equivs. of 
Li (see above), showing clearly that the elec. cond. and color 
intensity are causally related. In measurements in which BuLi was dropped 
from a buret into PhCH2NH2 the cond., after reaching a max., decreased 
very slowly (because of the diln. by the ether of the BuLi soln.). The 
max. was dependent on the ant. of PhCH2NH2 and the concn. of the LiBu, 
lying usually in the neighborhood of 10 equivs. of LiBu; a further excess 
of LiBu had practically no effect. The curve obtained by adding PhCH2NH2 
to BuLi was practically a straight line; a slight max. at the beginning of 
the curve (PhCH2NH2: LiBu - 1:1) may be due to the formation of an equimol. 
compd. The above reactions do not permit, as yet, any definite 
conclusions as to the structure of the red product or the colorless 
crystals. It can only be stated that the cryst. compd. corresponds in 
compn. to about a mol. compd. of PhCH2NHLi and NH2Li. The red 
color may be ascribed to soln. of PhCH2NHLi in PhCH2NH2 with 
formation of a complex compd. The intense colors produced by some amines 
with even very dil. solns. of organo-Li compds. can be utilized for the 
detection of organically combined Li. The amine is merely added to the 
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soln. in question, which is then titrated with an approx. N soln. of EtQH 
in ether to disappearance of the color, of the amines thus far 
studied, PhCB2NH2 and p-toluidine serve best as the indicator. The red of 
the PhCH2NH2 soln. changes 2 drops before the end point to a yellow 
color which then disappears completely. With p-toluidine, on the 
other hand, the soln. gradually becomes deep violet during the titration 
and suddenly turns at the end point to a canary-yellow which persists on 
further addn. of ale. Preliminary expts. indicate the method is also 
applicable to K and Ha but not to Kg compds. 

ACCESSION NUMBER: 1942:33168 CAPLUS 

DOCUMENT NUMBER: 36:33168 

ORIGINAL REFERENCE NO. : 36: 5150h-i , 51 51a-i , 51 52a-h 

TITLE: A new reaction between benzylamine and alkali metals 

AUTHOR (S) : Krabbe, Walter) Grunvald, Gezai Olzin, E.j Menzel, w. 

SOURCE: Ber. (1941), 74B. 1343-52 

DOCUMENT TYPE: Journal 
LANGUAGE : Unavai 1 ab 1 e 
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=> s pur? 

L7 1658396 PUR? 

=> s stab? 

L8 1454481 STAB? 

= > d hi 

•HI' IS NOT A VALID FORMAT FOR FILE 'CAPLUS' 

The following are valid formats: 

ABS GI and AB 

ALL BIB, AB, IND, RE 

APPS AI, PRAI 

BIB AN, plus Bibliographic Data and PI table (default) 

CAN List of CA abstract numbers without answer numbers 

CBIB AN, plus Compressed Bibliographic Data 

DALL ALL, delimited (end of each field identified) 

DMAX MAX, delimited for post -processing 

FAM AN, PI and PRAI in table, plus Patent Family data 

FBIB AN, BIB, plus Patent FAM 

IND Indexing data 

IPC International Patent Classifications 

MAX ALL, plus Patent FAM, RE 

PATS PI, SO 

SAM CC, SX, TI, ST, IT 

SCAN CC, SX, TI, ST, IT (random display, no answer numbers; 

SCAN must be entered on the same line as the DISPLAY, 

e.g., D SCAN or DISPLAY SCAN) 
STD BIB, IPC, and NCL 

IABS ABS, indented with text labels 

I ALL ALL, indented with text labels 

IBIB BIB, indented with text labels 

IMAX MAX, indented with text labels 

ISTD STD, indented with text labels 

OBIB AN, plus Bibliographic Data (original) 

OIBIB OBIB, indented with text labels 

SBIB BIB, no citations 

SIBIB IBIB, no citations 

HIT Fields containing hit terms 

HITIND IC, ICA, ICI, NCL, CC and index field (ST and IT) 

containing hit terms 
HITRN HIT RN and its text modification 

HITSTR HIT RN, its text modification, its CA index name, and 

its structure diagram 
HITSEQ HIT RN, its text modification, its CA index name, its 

structure diagram, plus NTE and SEQ fields 
FHITSTR First HIT RN, its text modification, its CA index name, and 

its structure diagram 
FHITSEQ First HIT RN, its text modification, its CA index name, its 

structure diagram, plus NTE and SEQ fields 
KWIC Hit term plus 20 words on either side 

OCC Number of occurrence of hit term and field in which it occurs 
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To display a particular field or fields, enter the display field 
codes. For a list of the display field codes, enter HELP DFIELDS at 
an arrow prompt (=>) . Examples of formats include: TI ; TI,AU; BIB, ST; 
TI,IND; TI,SO. You may specify the format fields in any order and the 
information will be displayed in the same order as the format 
specification. 

All of the formats (except for SAM, SCAN, HIT, HITIND, HITRN, HITSTR, 

FHITSTR, HITSEQ, FHITSEQ, KWIC, and OCC) may be used with DISPLAY ACC 

to view a specified Accession Number. 

ENTER DISPLAY FORMAT (BIB) :his 

'HIS' IS NOT A VALID FORMAT FOR FILE ■ CAPLUS ' 

The following are valid formats: 



ABS GI and AB 

ALL BIB, AB, IND, RE 

APPS AI, PRAI 

BIB AN, plus Bibliographic Data and PI table (default) 

CAN List of CA abstract numbers without answer numbers 

CBIB AN, plus Compressed Bibliographic Data 

DALL ALL, delimited (end of each field identified) 

DMAX MAX, delimited for post -processing 

FAM AN, PI and PRAI in table, plus Patent Family data 

FBIB AN, BIB, plus Patent FAM 

IND Indexing data 

IPC International Patent Classifications 

MAX ALL, plus Patent FAM, RE 

PATS PI, SO 

SAM CC, SX, TI, ST, IT 

SCAN CC, SX, TI, ST, IT (random display, no answer numbers ,- 

SCAN must be entered on the same line as the DISPLAY, 
e.g., D SCAN or DISPLAY SCAN) 

STD BIB, IPC, and NCL 

IABS ABS, indented with text labels 

I ALL ALL, indented with text labels 

IBIB BIB, indented with text labels 

IMAX MAX, indented with text labels 

ISTD STD, indented with text labels 

OBIB AN, plus Bibliographic Data (original) 

OIBIB OBIB, indented with text labels 

SBIB BIB, no citations 

SIBIB IBIB, no citations 

HIT Fields containing hit terms 

HITIND IC, ICA, ICI, NCL, CC and index field (ST and IT) 

containing hit terms 
HITRN HIT RN and its text modification 

HITSTR HIT RN, its text modification, its CA index name, and 

its structure diagram 
HITSEQ HIT RN, its text modification, its CA index name, its 

structure diagram, plus NTE and SEQ fields 
FHITSTR First HIT RN, its text modification, its CA index name, and 

its structure diagram 
FHITSEQ First HIT RN, its text modification, its CA index name, its 
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structure diagram, plus NTE and SEQ fields 
KWIC Hit term plus 20 words on either side 

OCC Number of occurrence of hit term and field in which it occurs 

To display a particular field or fields, enter the display field 
codes. For a list of the display field codes, enter HELP DFIELDS at 



an arrow prompt (=>) . Examples of formats include: TI; TI,AU; BIB, ST; 
TI,IND; TI,SO. You may specify the format fields in any order and the 
information will be displayed in the same order as the format 
specification. 

All of the formats (except for SAM, SCAN, HIT, HITIND, HITRN, HITSTR, 

FHITSTR, HITSEQ, FHITSEQ, KWIC, and OCC) may be used with DISPLAY ACC 

to view a specified Accession Number. 

ENTER DISPLAY FORMAT (BIB) :nos 

•NOS' IS NOT A VALID FORMAT FOR FILE 1 CAPLUS 1 

The following are valid formats: 



ABS GI and AB 

ALL BIB, AB, IND, RE 

APPS AI, PRAI 

BIB AN, plus Bibliographic Data and PI table (default) 

CAN List of CA abstract numbers without answer numbers 

CBIB AN, plus Compressed Bibliographic Data 

DALL ALL, delimited (end of each field identified) 

DMAX MAX, delimited for post -processing 

FAM AN, PI and PRAI in table, plus Patent Family data 

FBIB AN, BIB, plus Patent FAM 

IND Indexing data 

IPC International Patent Classifications 

MAX ALL, plus Patent FAM, RE 

PATS PI, SO 

SAM CC, SX, TI, ST, IT 

SCAN CC, SX, TI, ST, IT (random display, no answer numbers ; 

SCAN must be entered on the same line as the DISPLAY, 

e.g., D SCAN or DISPLAY SCAN) 
STD BIB, IPC, and NCL 

IABS ABS, indented with text labels 

I ALL ALL, indented with text labels 

IBIB BIB, indented with text labels 

IMAX MAX, indented with text labels 

ISTD STD, indented with text labels 

OBIB AN, plus Bibliographic Data (original) 

OIBIB OBIB, indented with text labels 

SBIB BIB, no citations 

SIBIB IBIB, no citations 

HIT Fields containing hit terms 

HITIND IC, ICA, ICI, NCL, CC and index field (ST and IT) 

containing hit terms 
HITRN HIT RN and its text modification 

HITSTR HIT RN, its text modification, its CA index name, and 

its structure diagram 
HITSEQ HIT RN, its text modification, its CA index name, its 
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structure diagram, plus NTE and SEQ fields 
FHITSTR First HIT RN, its text modification, its CA index name, and 

its structure diagram 
FHITSEQ First HIT RN, its text modification, its CA index name, its 

structure diagram, plus NTE and SEQ fields 
KWIC Hit term plus 20 words on either side 

OCC Number of occurrence of hit term and field in which it occurs 

To display a particular field or fields, enter the display field 
codes. For a list of the display field codes, enter HELP DFIELDS at 
an arrow prompt (=>) . Examples of formats include: TI; TI,AU; BIB, ST; 
TI,IND; TI,S0. You may specify the format fields in any order and the 
information will be displayed in the same order as the format 
specification. 

All of the formats (except for SAM, SCAN, HIT, HITIND, HITRN, HITSTR, 
FHITSTR, HITSEQ, FHITSEQ, KWIC, and OCC) may be used with DISPLAY ACC 
to view a specified Accession Number. 
ENTER DISPLAY FORMAT (BIB) :OCC 
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=> d his 

(FILE ' HOME 1 ENTERED AT 16:14:00 ON 11 APR 2005) 

FILE 'REGISTRY' ENTERED AT 16:14:08 ON 11 APR 2005 
LI IS DIBENZYLAMINE/CN 

FILE 'CAPLUS' ENTERED AT 16:14:43 ON 11 APR 2005 
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AB For this study, the N'-aonoamide derivs. of TTDA (3,6,10- 

tri(carboxymethyl)-3,6, 10-triazadodecanedioic acid), N' -methylamide 
(TTDA-MA) , N* -benzyl amide (TTDA-EA) , and N* -2-oethoxyben2yland.de 
(TTDA-MOBA), were synthesized. Their protonation consts. and 
•tablllty consts. (log KML's) formed with Ca2+, Zn2+, Cu2+, and 
Gd3+ were determined by potentiometric titration in 0.10M Me4NCl at 25.0 ± 
0.1*. The re laxivity values of [Gd (TTDA -MA) ) -, (Gd (TTDA-BA) ] and 
[Gd (TTDA-MOBA) ) - remained constant with respect to pH changes over the range 
4.5-12.0. The 170 NMR chemical shift of H20 induced by (Dy(TTDA-MA) (H20)J- 
at pH 6.80 showed 0.9 inner-sphere H20 mols. H20 proton relaxivity values 
for [Gd (TTDA-MA) (H20) ] (Gd (TTDA-BA) (H20) ) and {Gd (TTDA-MOBA) (H20) } - at 
37.0 t 0.1* and 20 MHz are 3.89, 4.21, and 4.25. resp. The 
H20-excbange lifetime (xM) and rotational correlation time (%R) of 
(Gd (TTDA-MA) (H20) J -, J Gd (TTDA-BA) (H20) ] and [Gd (TTDA-MOBA) (H20) J - were 
obtained from reduced the 170 relaxation rate and chemical shifts of H2170. 
The 2H NMR longitudinal relaxation rates of the deuterated diamagnetic La 
complexes for the rotational correlation time were also thoroughly 
studied. The H20- exchange rates (Jc298ex) for [Gd(TTDA-MA) (H20) ] -, 
(Gd (TTDA-BA) (H20) J -, and [Gd (TTDA-MOBA) (H20) ] - are lower than that of 
[Gd (TTDA) (H20) ] 2- but significantly higher than those of (Gd (DTP A) (H20)]2- 
and [Gd (DTPA-BMA) (H20) ] . The rotational correlation times for 
(Gd (TTDA-BA) (H20) J - and (Gd (TTDA-MOBA) (H20) ) - are significantly longer 
than those of [Gd(TTDA) (H20) ] 2- and [Gd (DTPA) (H20) ] 2- complexes. The 
marked increase of the relaxivity of [Gd (TTDA-BA) (H20) ] - and 
(Gd (TTDA-MOBA) (H20) ) - results mainly from their longer rotational 
correlation time. The noncovalent interaction between human serum albumin 
(HSA) and [Gd (TTDA-BA) (H20) } - and (Gd (TTDA-MOBA) (H20) } - complexes 
containing a 

hydrophobic substituent was studied by measuring the H20 proton relaxation 
rate of the aqueous solns. The binding association constant (KA) values 
are 1.0 

f 0.2 + 103 and 1.3 i 0.2 + 103 M-l for 

[Gd (TTDA-BA) (H20) ) - and [Gd (TTDA-MOBA) (H20) ]- , which indicates a stronger 
interaction of (Gd (TTDA-BA > (H20) ] - and [Gd (TTDA-MOBA) (H20) ] - with HSA. 
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The invention is directed to a process for formation of a 
carbon- be teroa torn bond by coupling a nucleophile bearing a heteroatom 
susceptible of substitution with an unsatd. compound bearing a leaving group 
in the presence of a transition metal catalyst, a ligand (optionally), 
metallic hydroxides or NH40H, and ale. as solvent. The advantages include 
elimination of extremely hygroscopic Na(t-OBu)and Cs2C03 as bases, an 
economical and easy scale-up process. Specifically, the invention is 
related to arylation of nitrogen derivs., in particular hydrazones with 
halobenzenes in ale. solvents and phosphine ligands. For example, 
reacting 4-bromotoluene with benzophenone hydrazone in tert-amyl ale. in 
the presence of Pd (OAc) 2/2-dicyelohexylphosphino-2-methylbiphenyl/Na0H at 
103* for 1 h provided N-arylhydrazone I in 921 yield and 98% 
purity. 

2004:992725 CAPLUS 
141:424021 

Process for formation of a carbon-heteroatom bond, in 
particular arylation of nitrogen-containing 
nucleophiles in the presence of transition metal 
catalysts in an alcoholic solvent 
Mauger, Christellei Mignani, Gerard 
Rhodia Chimie, Fr. 
Fr. Demande, 50 pp. 
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Patent 
French 
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AB A facile preparation of a high-load, soluble oligomeric alkyl 

cyclohexylcarbodiimide (0ACC) reagent via ROM polymerization from com. 
available 

starting materials is described. This reagent is exploited as a coupling 
reagent for esterif ication, amidation, and dehydration of carboxylic acids 
(aliphatic and aromatic) with an assortment of ales, (aliphatic primary, 
secondary, 

and benzylic) , thiols, phenols, and amines (aliphatic primary, secondary, 
benzylic, and aromatic/anilines), resp. Following the coupling event, 
precipitation 

with an appropriate solvent (Et20, MeOH, or EtOAc) , followed by filtration 
through a SPE provides the products in good to excellent yield and 
purity. 

2004:930115 CAPLUS 
142:93482 

High-Load, Soluble Oligomeric Carbodiimide : Synthesis 
and Application in Coupling Reactions 
Zhang, Mianji; Vedantham, Punitha; Flynn, Daniel L. ; 
Hanson, Paul R. 

Department of Chemistry, University of Kansas, 
Lawrence, KS, 66045-7582, USA 

Journal of Organic Chemistry (2004), 69(24), 8340-8344 
CODEN: JOCEAHj ISSN: 0022-3263 
American Chemical Society 
Journal 
English 
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AB The effect of surfactants on vetting behavior of super-hydrophobic 

surfaces vas investigated. Super-hydrophobic surfaces were prepared of 
alkylketene diner (AKO) by casting the AKO melt in a specially designed 
mold. Time -dependent studies vere carried out, using the axisym. drop 
ahape anal, nethod for contact angle aeasur«aent of pur* vater 
on AKD surfaces. The results show that both advancing and receding 
contact angles of vater on the AKO surfaces increase over tine (.apprx.3 
days) and reach the values of about 164 and 147' , resp. The 
increase of contact angles is due to the development of a prickly 
structure on the surface (verified by SEM) , which is responsible for its 
super-hydrophobicity. Aqueous solas, of sodium acetate, sodiun dodecyl 
sulfate, hexadecyltrimethylanaonium bromide, and n-decanoyl-n- 
methylglucamine vere used to investigate the vetting of AKD surfaces. 
Advancing and receding contact angles for various concns. of different 
surfactant solns. vere measured. The contact angle results vere coopered 
to those of a number of pure liqs. vith surface tensions similar to 
those of surfactant solns. It vas found that although the surface 
tensions of pure liqs. and surfactant solns. at high concns. are 
similar, the contact angles are very different. Furthermore, the usual 
behavior of super-hydrophobic surfaces that turn super-hydrophi lie when 
the intrinsic contact angle of liquid on a smooth surface (of identical 
material) is below 90* vas not observed in the presence of 
surfactants. The difference in the results for pure liqs. and 
surfactant solns. is explained using an adsorption hypothesis. 
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AB Four metal complexes, [Cd(DBTC)2]2 (1), [Hg(0BTC)2] (2), 
(Nd(DBTC)3-2H20] and [ Nd ( DBTC ) 3 (HMPA) 2 ] (3) (DBTC - 
N.N-dibenzyldithiocarbamate, HMPA - hexamethylphosphoramide) , vere 
synthesized and characterized by elemental anal, and IR spectra. The 
structures of complexes 1-3 vere determined by X-ray crystallog. anal. 
Crystal 

data of compound 1: C30H28N2CdS4, Mr - 6S7.16, monociinic, space group 
P21/n, a • 1.11098(4) nm, b - 1.56325(5) nm, c - 1.66695(5) nm, B - 
97.9220(10)*, Z - 4, R - 0.044, vRl - 0.091. Crystal data of 
compound 2: C30H28N2HgS4, Mr - 745.37, orthorhombic, space group Pbcn. a - 
1.64738(1) nm, b - 1.86418(14) nm. c - 0.94000(6) nm, Z - 4, R - 0.0387, 
vRl - 0.0965. Crystal data of compound 3: C57H78N9Nd02P2s6, Mr - 1319.82, 
monociinic, space group P21/c, a - 1.30389(9) nm, b - 3.4708(3) nm. c - 
3.1210(2) an, B - 96.527(2)*, Z - B, R - O.1023, vRl - 0.2203. 
Compound 1 is a dimer, and the Cd(II) ion has an approx. tetragonal 
pyramidal geometry. Compds. 2 and 3 are monomers and show different 
coordination polyhedron. The Hg(II) ion has a distorted tetrahedral 
coordination polyhedron, while the Nd(II) ion exhibits distorted 
dodecahedral geometry. Thermal gravity (TG) data indicate that compds. 1 
and 2 nay be sublimed, and decomposed in the course of heating and they 
might be expected to be useful precursors for MOCVD. 
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AB The incorporation of homogeneous Ti (IV) /trialkanolamine catalyst in 
polymeric membranes provided new polymeric catalytic Ti(IV)-based 
membranes, stable and efficieat as heterogeneous catalysts for 
chemoselective oxidns. of secondary amines to nitrones by alkyl 
hydroperoxides. Polyvinylidene fluoride (PVDF) -based catalytic membranes 
gave the best results affording products in short reaction times, high 
yields and selectivity using as little as II of catalyst, comparable vith 
the performances of the corresponding homogeneous system. PVDF-Ti 
membrane could be recycled up to five runs with no loss of activity. 
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AB A versatile method for the synthesis of carbamates from an *in-situ' 
generated polymer-supported chlorof ormate resin is presented. BTC 
(bis-trichloromethyl carbonate) is used as phosgene equivalent to afford a 
supported chlorof ormate, which, by sequential * one-pot' reaction vith a 
variety of ales, and amines, furnishes the corresponding carbamates in 
high yields and purities. 
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AB « -Di benzyl ani no- and a-benzyloxy- derivs. of 

N-acetyl- (S) -4-benzyl-S, S-dmethyloxazolidi n-2-one readily undergo highly 
stereoselective boron aediated syn-aldol reactions with a range of aromatic 
and aliphatic aldehydes, generating the syn-aldol products in good to 
excellent yields as single diastereoisoaers after purification In 
the a-dibenzylamino series, deprotection of the functionalized aldol 
fragments to the corresponding a- ami no-p- hydroxy Me ester or 
o- ami no- B- hydroxy aldehyde proved problematic, with a range of 
N- and O-protecting groups giving mixta, of products arising from 
endocyclic and exocyclic cleavage pathways. However, in the 
a-benzyloxy series, O-silyl protection of the aldol products, and 
subsequent DIBAL reduction gives stereoselectively the corresponding 
N-l*-hydroxyalkyloxazolidin-2-ones, which undergo base promoted 
fragmentation to the desired highly functionali2ed and differentially 
protected a, p-di hydroxy aldehydes in good yields and without 
loss of stereochem. integrity. 
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AB The development of high-load, soluble oligomeric sulfonate esters, generated 

via ROM polymerization, and their utility in the facile benzylation of an 
array 

of amines is reported. These polymeric sulfonate esters exist as 
free-flowing powders, are stable at refrigerated tenps., and are 
readily dissolved in CH2C12. Following the benzylation event, 
purification is attained via simple filtration, followed by solvent 
removal to deliver the desired benzylated product in good to excellent 
yield and high purity. 
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AB Cationic complexes were designed as catalysts for inline hydrogenation 
processes, and it were anticipated that for this purpoe* naked 
16e~ cations or relatively labile solvent-coordinated ones possessing 
noncoordinating counterions would suffice. Solvento complexes 
[Re (CO) 3 (PHe3) 2 (S) J (BArF] (4.PhCl and 4.THF) and [raer- 

Re (CO) 2 (PMe3) 3 (S) ) [BArF] (5.PhCl and 5.THF) (BArF - (B (3, 5- (CF3) 2C6H3) 4} -» 
S - PhCl) were obtained from (ReH(CO) 3 (PMe3) 2] (1) and (ReH(CO) 2 (PMe3) 3] 

(2) after treatment with [Ph3C] [BArF] in chlorobenzene. The 
five-coordinated cationic complex (Re (CO) (PMe3) 4] [BArF] (6) (BArF - 
[B(3,5-(CF3)2C6H3)4]-) was obtained by the reaction of [ReH(CO) (PMe3) 4] 

(3) with 1 equiv of [Ph3C] (BArF) in chlorobenzene. Hydride abstraction 
also occurred except for 1 from 2 and 3 with B(C6F5)3, producing 
[Re(CO)2(PMe3)3(S>] [BH(C6F5)3] and [Re (CO) (PMe3) 4] (BH(C6F5) ) (S - PhCl, 
THF). Treatment of ReH(CO) 3(PMe3)2 (1) and ReH(CO) 2 (PMe3) 3 (2) with 1 
equiv of [isopropylisopropylidenei minium] [BArF] in chlorobenzene at room 
temperature produced a mixture of 4. PhCl and [Re (CO) 3 (PMe3) 2 (HNiPr2) ] [BArF] 

(8) or 

in the case of 2 a mixture of 5. PhCl and [Re (CO) 2 (PMe3) 3 (HNiPr2) ] [BArF] (9) 
within a few minutes. After 4 h both mixta, were completely converted to 
8 and 9, resp. 8 And 9 could also be obtained reacting 4. PhCl and 5. PhCl 
with excess diisopropylamine. Under mild conditions several imines 
underwent hydrogenation with H2 in the presence of 4. PhCl and S.PhCl as 
catalysts. 6 Showed only poor catalysis. Further studies revealed 
details of the mechanism of the catalytic process. X-ray diffraction 
studies were carried out on the mol. structures of 4. PhCl, 5. PhCl, 6, and 
5. THF. 
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AB Several novel and some previously known, mostly sugar-based, surfactants 
have been synthesized and some of their surface properties have been 
characterized and compared vith those of com. nonylphenol ethoxylates. 
The surfactant solubility in water, ethanol, and dodecane was studied. The 
properties of these compds. as emu lsifi cation agents in systems composed 
of the surfactant with water/i sop ropy 1 rayristate, water/rapeseed oil, and 
water/dodecane are presented. The aqueous solubility of the surfactants 

follows 

the general trend expected from their hydrophilic- lipophilic balance 
according to Griffin (HLBG) , but it is also clear that the nature of the 
headgroup and the structure of the nonpolar part affect the solubility in a 
manner not captured in the standard HLBG concept. An ester or amine group 

as 

the connecting unit between the hydrophile and the hydrophone produces a 
more water-soluble surfactant than the corresponding amide derivative Some 
effective emulsifiers were found. For instance, the surfactants with a 
dehydroabietic nonpolar group appear to be promising emulsifiers. Most 
sugar-based surfactants were able to form macro emulsions of up to around 
2 wt/vol% of oil. The stability of many of these emulsions was 
very high, extending for months. 
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AB A novel safety-catch method for orthogonal synthesis of highly 
pur* tri substituted triazines was developed. Since the 

polymer-support used in this aethod is not acid-labile, this strategy can 
be uniquely applied to the synthesis of acid-sensitive triazine library 
compds. This method will dramatically increase the diversity of triazine 
and other related heterocyclic library compda. 
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AB Disclosed are diaminothiadiazole mono- and dioxides (shown as I; e.g. II) 
and the pharmaceutical ly acceptable salts and solvates thereof. Examples 
of substituent A include heteroaryl, aryl, heterocycloalkyl, cycloalkyl, 
aryl, alkynyl, alkenyl, aminoalkyl, alkyl or amino) examples of 
substituent B include aryl and heteroaryl; g - 1, 2. Also disclosed is a 
method of treating a chemokine mediated diseases, such as, cancer, 
angiogenesis, angiogenic ocular diseases, pulmonary diseases, multiple 
sclerosis, rheumatoid arthritis, osteoarthritis, stroke and cardiac 
reperfusion injury, acute pain, acute and chronic inflammatory pain, and 
neuropathic pain using I. Although the methods of preparation are not 

claimed, 

hundreds of example prepns. and/or characterization data are included. 
For example, II was prepared in 311 yield from the 4-raethoxy analog and 
isopropyl amine in the presence of DIEA in MeOH; the 4-raethoxy analog was 
prepared from the dimethoxy analog and N,N-dimethyl-3-amino-2- 
hydroxybenz amide in 99% crude yield. Antagonist activities of some 
examples of I towards CXCR1, OCCR2 and CCR7 are given. 
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A novel catalyst PWAA, an assembled complex of phosphotungstic acid 

(H3PW12O40) and a non-cross- linked copolymer of N-isopropylacrylamide with 

an ammonium, was developed. To this effect, N- (1-methylethyl) -2- 

propenamide polymer with N,N-dimethyl-N-(3- [ (l-oxo-2- 

propenyl) amino] propyl] -1-dodecanaminium bromide was prepared and 

ion- exchanged with nitrate and the corresponding salt was added to 

phosphotungstic acid (H3PW12O40) to give the desired triphase catalyst. 

It is an amphiphilic, cross- linked, and supramol. insol. complex and 

showed catalytic activity on oxidation with aqueous hydrogen peroxide. 

i, 

used in 2.7 + 10-5-2.0 + 10-3 mol equivalent, catalyzed oxidation of 
allylic ales., amines, and sulfides efficiently. The turnover number (TON) 
of PWAA reached up to 35,000. PWAA showed a good stability in 
organic/aqueous media and was reused three to five times. 
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AB A short six-step synthesis of (2S, 3R, 4S) -4-bydroxyisoleucine with total 
control of stereochem. is reported, the last step being the enzymic 
resolution by hydrolysis of an N-phenylacetyl lactone derivative using the 
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AB The catalytically active orthometalated complex [Ru (phpy) (CO) 2C1] 2 (phpy - 
phenylpyridine) vas anchored to macroporous polystyrene beads through the 
binding of phenylpyridine moiety to the polymer backbone. The catalytic 
activity of the resulting species towards the reduction of organic nitro 

alkenes, alkynes, nitriles, Schiff bases, ketones and aldehydes under high 
pressure, high temperature conditions in mild coordinating media was found 

to be 

comparable to that of its homogeneous analog in product selectivity but 
superior in stability and reusability. A tentative reduction 
aechanism was proposed on the basis of kinetic studies and the isolation 
of reactive intermediates. 
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AB Hydrogen-bonded phenoxyl radicals are made and the strength of the 

hydrogen bond between the 0 (phenoxyl) and the H (ammonium) atoms strongly 
affects their* stability. The rate consts. for the intramol. 
proton-migration process in these systems are reported and a bifurcated 
hydrogen-bonded system has been characterized. Investigations show that 
the proton transfer from the phenoxyl- radical cation to the tertiary amine 
is assisted by a neighboring nitrogen atom. 
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AB New foraamidine-3TC (3TC - 2' , 3' -dideoxy-3' -thiacytidine) analogs have 
been synthesized through various methods, and their antiviral activities 
(HIV, HBV) have been evaluated in vitro. Anti-HIV-1 in acutely infected 
MT-4 cells and peripheral blood mono-cellular cells (PBMCs) showed that 
compds. substituted by N,N-diarylformamidine side chains at the 4-N 
nucleic base position (compds. 3 and 8-11) had at least equivalent anti-HIV 
activity as 3TC (EC50 - 0.5 and 11.6 nM, resp.). Moreover, the newly 
synthesized compds. demonstrated higher anti-HBV activity (EC50 ranging 
from 0.01 to 0.05 mM) compared to the parent nucleoside 3TC (EC50 - 0.2 
t>H) . It should be underlined that these new promising derivs. 
inhibited HIV in cells of a macrophage lineage, which are known to be 
cellular reservoir for HIV. These results were particularly of interest, 
since the antiviral activities appeared not to be mediated through the 
formamidine bond hydrolysis and consequently the release of free 3TC. 
These new analog series were found to be highly stable to 
hydrolysis even after prolonged incubation in different bioi. media (tl/2 
ranged from 48 to 120 h) . This enzymic stability, coupled to 
the fact that no delay in the antiviral response was observed compared to 

the 

free 3TC antiviral response, suggest that this new N,N-diarylformamidine 
nucleoside series should not be considered as classical prodrugs. 
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An application of the Grubbs carbene-complex has been discovered. The 
catalytic deprotection of allylic amines, with reagents other than 
palladium catalysts, have been achieved through Grubbs carbene- media ted 
reaction. The catalytic system directed the reaction toward the selective 
deprotection of allylic amines (secondary as well as tertiary) in the 
presence of allylic ethers. A variety of substrates, including 
enantiomerically pure nulti functional piperidines, e.g., I, were 
also usable. This method was more convenient and chemoselective than the 
palladium- catalyzed method. The mechanistic hypothesis invoked a 
nitrogen-assisted ruthenium-catalyzed isomerization, followed by 
hydrolysis of the enamine intermediate. The reactive species involved in 
the reaction may be an Ru-H species rather than the Grubbs carbene itself. 
Thus, the isomerization may occur according to the hydride mechanism. The 
synthetic utility of this ruthenium- catalyzed allyl cleavage was 
illustrated by the preparation of indolizidine-type alkaloids, e.g., II. 
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AB Three Zn complexes with dithiocarbamate [Zn2 (S2CNBu2) 4] (1) , 

[Zn-(S2CNBy2)2] (2) and [Zn(S2CNBy2) 2Py] (3) (By - benzyl, Py - pyridine) 
were synthesized. Their crystal structure, IR spectra and thermal 
•tabllity were determined 1 Is aonoclinic, space group C2/c, with a 
2.3329(3), b 1.7090(2). c 1.6115(2) nm. « 90, p 127.560(10), 
y 90.", 2 is orthorhombic, space group Pbcn, with a 
1.6219(11), b 1.9001(12), c 0.9376(6) nm. o 90., B 90., y 
90." and 3 is triclinic, space group P.hivin.l, with a 0.8642(6), b 
1.3116(9), c 1.6624(11) nm. * 106.398(1), 6 92.633(1), y 
107.461(1)*. 1 Is dimeric, which belongs to the typical structure 
of metal dithiocarbamate complexes. 2 Is monomeric which is seldom 
appeared in metal (except Ln, Ac series) complexes with dithiocarbamate. 
2 Could coordinate with pyridine to form the five-coordinate complex 3. 
The center metal ion of 2 is unsatd., which is the same as some in the 
existed reports. The thermal etability of 1 shows that it could 
sublime at 251*, so 1 may be precursor for MOCVD. 
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The systematic study of steric and electronic effects on the formation of 
lanthanide complexes with tridentate N,N,N' ,N' -tetraalkylpyridine-2, 6- 
dicarboxamide ONO ligands (alkyl - Et: L5, isopropyl: L6 and benzyl: L7) 
shows a reduced affinity with increasing steric demand in the order L5 < 
L6 < L7. [Ln(Li)]3+ and {Ln(Li)2]3+ are formed with the three ligands, 
but 1:3 complexes are strictly limited to (Ln(L5)3]3+ and [Ln(L6)3]34 
because of the significant steric congestion provided by the twelve benzyl 
groups located along the 3-fold axis in (Ln(L7)3J3+. Comparisons between 
L6 and L7 in the 1:2 complexes evidence superimposable pseudo-monocapped 
square antiprismatic coordination spheres in the crystal structures of 
(Ln(Li)2(H20)2(CF3S03) ] (CF3S03) 2 (i - 6, Ln - Eu: 9» i - 7, Ln - Gd: 10). 
Photophys. properties of [Ln(L6)2)3+ and (Ln(L7)2]3+ (Ln - Eu, Gd, Tb, Lu) 
are similar except for improved quantum yields for [Ln(L7)2)3+ (Ln - Eu, 
Tb) which can be assigned to a slightly more efficient L7 -» Lnlll 
energy transfer process. The removal of two benzyl groups in the 
analogous N,N' -dibenzylpyridine-2, 6-dicarboxamide ligand (L8) restores the 
formation of stable triple-helical complexes as demonstrated by 
the crystal structure of (Tb(L8) 3) 2 (CF3S03) 6 (11). However, the existence 
of intricate mints, of isomers in solution which are blocked on the NMR time 
scale limits their use as building blocks for the design of polymetallic 
d-f and f-f helicates. 
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Me Ph 



Conjugate addition of lithium dibenzylamide to (i) -t-butyl-3- 
methylcyclopentene-l-carboxylate (I) occurs with high levels of 
stereocontrol, with preferential addition of lithium dibenzylamide to the 
face of the cyclic a,p-unsatd. acceptor anti- to the 3-Me 

substituent. High levels of enantiorecognition are observed between I and 

excess of lithium (±) -N-benzyl-N-a- methylbenzyl amide (10 equivalent) 

(E > 140) in their mutual kinetic resolution, while the kinetic resolution 

with lithium (S) -N-benzyl-N-«-methylbenzylamide proceeds to qive, at 
51% conversion, (1R, 2S,3R,aS) -t-butyl-3-methyl-2-N-benzyl-N-«- 
me thy lbenzylaminocyclopentane-l-carboxy late (II; R - *-C02t-Bu) 
consistent with E > 130, and in 391 yield and 99 ± 0.51 de after 
purification Subsequent deprotection by hydrogenolysis and ester 
hydrolysis gives (1R, 2S, 3R) -3-methylcispentacin (III; R - «-C02H)'in 
>98% de and 98 i 1% ee. Selective epimerization of II (R - 
o-C02t-Bu) by treatment with XOtBu in tBuOH qives 
(lS,29,3R,oS)-t-butyl-3-methyl-2-N-benzyl-N-a- 

methylbenzylaminocyclopentane-l-carboxylate (II; R ■ B-C02t-Bu) in 
quant, yield and in >98% de, with subsequent deprotection by 
hydrogenolysis and ester hydrolysis giving (IS, 2S, 3R) -3- 
methyltranspentacio hydrochloride (III-HCl; R - B-C02H)in >98% 
de and 97 i 1% ee. 
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An efficient strategy for scavenging a host of nucleophiles utilizing an 
oligoaeric bis-acid chloride (OBAC) , generated from the ROM polymerization 

trans -bi eye lo[2. 2. l]hept-S-ene-2,3-dicarbonyl dichloride, is described. 
The reactivity and high load of the OBAC reagent is exploited in the 
scavenging of amines, ales., and thiols that are present in excess 
following a common benzoylation event. Following the scavenging event, 
these oligomers can be precipitated with EtOAc and filtered (Si02), leaving 
benzoyl a ted nucleophiles in excellent yield and purity. 
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The invention relates to compns. and methods for suppressing an immune 
response, e.g, by inhibiting class II MHC-mediated activation of T cells, 
to treat or prevent disorders such as rheumatoid arthritis and/or multiple 
sclerosis. Peptides R1-X-V-A-NRCHR2-V-NHCH[ (CH2) 0-l-Q-NC(:NH)NH2] -V-B-W 
[Q-N is pyrrolidinediyl, piperidinediyl, hexahydroazepinediyl, or 
octahydroazocinediyl which may be substituted by alkyl, haloalkyl, halo, 
OH, or amino; A is absent or is a sequence of 1-4 amino acid or amino acid 
analog residues) B is a sequence of 2-9 amino acid or amino acid analog 
residues; W is OH, alkoxy, aryloxy, or an amino group; V is CO, CS, or 
S02; X is absent or is 0, S, or NR; R is H or alkyl; Rl, R2 are 
(un) substituted alkyl, heteroalkyl, alkenyl, alkynyl, aryl, aralkyl, 
heteroaryl, heteroaralkyl, cycloalkyl, cycloalkylalkyl, heterocyclyl, or 
heterocyclylalkyl; R and R2 may form a 5-7 membered ring which may be 
substituted or form a polycyclic structure with one or more other rings) 
are claimed. Thus, Ac-Cha-Gpg-Tic-Nle-pPhPro- [SY (oxaz) L]NMe2 
(Cha - L-cyclohexylalanyl, Gpg * L-N-araidino-4-piperidinylglycyl, Tic ■ 
L-tetrahydroisoquinoline-3-carbonyl, BPhPro - 2(S),3(R)-3- 
phenylprolyl, (ST (oxaz) L) - oxazole mimetic of S-L] was prepared by the 
solid-phase method and its binding to MHC class II protein 0401 is shown 
graphically. 
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Methods of treating cheraokine-mediated diseases are disclosed. The 
methods comprise the administration of CXC-Chemokine receptor antagonists 
(shown as I; A - optionally substituted pyridinylalkyl, 

1- oxopyridinylalkyl, thiazolylalkyl, etc.; B - optionally substituted Ph, 
benzotriazol-4-yl, benzimidazol-4-yl, etc.; e.g. 3-[(3- 

{ (diraethylamino) carbonyl) -2-hydroxyphenyl] amino) -4-[ ( (R) -1- (5-methylfuran- 

2- yl) propyl] amino) cyclobutene-1, 2-dione (II)), or pharmaceutically 
acceptable salts or solvates thereof, in combination with other classes of 
pharmaceutical compds. The chemolcine- media ted diseases include acute and 
chronic inflammatory disorders, psoriasis, cystic fibrosis, asthma and 
cancer. Also disclosed are novel compds. I. Compds. I inhibit CXCR1 and 
CXCR2 chemokine receptors with IC50 <20 and <5 nM. The combination of 
suboptimal doses of II at 1 mg/kg (201 inhibition) and indomethacin at 0.5 
mg/kg (01 inhibition) caused a significant 41% reduction of paw edema 
(carrageenan-induced rat paw edema model) , suggesting that this 
combination results in greater efficacy than either agent alone. This 
combination did not cause a further reduction in myeloperoxidase activity in 
the hindpaw compared to II alone (671 inhibition for II; indomethacin - 

581 inhibition; combination - 55% inhibition). The combination of 
suboptimal doses of II at 1 mg/kg and betamethasone at 0.05 mg/kg (32% 
inhibition) also demonstrated greater efficacy in inhibiting edema (61% 
inhibition). An additive inhibition of paw PGE2 levels was also observed 
(31% inhibition by either betamethasone or II alone, vs. 78% inhibition 
with the combination) . Analogous tests were also done with the 
Streptococcal cell wall-induced mouse knee swelling model. Although the 
methods of preparation are not claimed, .apprx.50 pages of prepns. and 
characterization data are included. 
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AB Anionic polymerization initiators useful in the preparation of polymers 
have a 

protected aaine functional g roup. The amine functionality includes a 
first protecting group, which can be aralkyl. Me, allyl or tertiary allcyl 
group. The other of the aaine protecting groups can be the saae as the 
first protecting group. Alternatively, the second protecting group can be 
different from the first protecting group, in which case it is selected to 
have differential stability to agents used to remove the 
aralkyl, Me, allyl or tertiary allcyl protecting group. 
3-( (N -Benzyl -N -me thy 1) amino)- 1 -propyl lithium was prepared and used in 
polyaerization of isoprene. 
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AB Magnesocene amine adducts were prepared and characterized. Addition of 
primary 

(3-amino-2, 4-dimethylpentane, isopropylamine, tert-butyl amine, 
benzylamine, cyclohexylamine) and secondary (diethyl amine, dibenzylamine, 
dicyclohexylamine, and N-isopropylbenzylamine) amines to magnesocene at 
ambient temperature in toluene afforded the stable aaine adducts 
Cp2Mg(NH2CH(CH(CH3)2)2) (91%), Cp2Mg (NH2iPr) (80%), Cp2Mg (NH2tBu) (67%), 
Cp2Mg (NH2CH2Ph) (80%), Cp2Mg (NH2 (C6H11) ) (93%), Cp2Mg (NHEt2) (84%), 
Cp2Mg(NH(CH2Ph)2) (86%), Cp2Mg (NH(C6H11)2) (84%), and 

Cp2Mg(NH(iPr) (CH2Ph) ) (91%). Host adducts can be sublimed at under 100 
'C/0.05 Torr in good yields (72-95%) without decomposition (<1% 
residue). However, Cp2Mg (NH2CH2Ph) decomps. to Cp2Mg (70% of theory) and 
Cp2Mg (NH2CH2Ph) 2 (75% of theory) under reduced pressure, even at room 
temperature, and is thus unsuitable for sublimation. The solid-state 
structures 

of Cp2Mg (NH2 (C6H1 1 ) ) , Cp2Hg (NH(iPr) (CH2Ph) ) , and Cp2Mg (NH2CH2Ph) 2 were 
determined by x-ray diffraction methods. In the solid-state structures, 
Cp2Mg (NH2 (C6H11) ) and Cp2Mg (NH2CH2Ph) 2 contain one n5- and one 
n2- coordinated cyclopentadienyl ring, while Cp2Mg (NH(iPr) (CH2Ph) ) 
contains two i)5-cyclopentadienyl rings. IR spectroscopy suggests that 
the adducts are stabilized by N-H-"C5H-5 

hydrogen bonding. MO calcns. on the model complex Cp2Hg (NH2CH3) support 
the idea of N-H---CSH-S hydrogen bonding and provide 
insight into the energetics and exchange processes associated with the 
hydrogen bond. The N-H««*C5H-5 hydrogen bond 

strength is estimated to be 4.2 i 1.4 kcal/mol, and MO calcns. suggest that 

the amine hydrogen atoms undergo site exchange by a low-energy intramol. 

rotational process that interconverts the r\2- and n5- 

cyclopentadienyl ligands. 
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AB An effective traceless solid-phase synthesis of chlorodiaminopyrimidines 
via an amino-dechlorination reaction of polymer-bound 4- 
alkoxycarbonylamino-2,6-dichloropyrimidines has been developed. After 
release from the polymer the target raols. were obtained in good to 
excellent purity, although with modest regiocontrol. Further 
reaction of solid-supported N- (alkoxycarbonyl) chlorodiaminopyrimidines 
with secondary amines afforded tri ami nopyri raid ines in good purity 
under mild conditions, whereas less nucleophilic primary amines did not 
perform well under the conditions explored so far. 

ACCESSION NUMBER: 2003:645300 CAPLUS 

DOCUMENT NUMBER: 139:292224 

TITLE: Traceless solid-phase synthesis of 

2, 4,6-chlorodiamino- and triaminopyrimidines 
AUTHOR(S): Montebugnoli , Dario; Bravo, Pierf rancesco; Brenna, 

Elisabettai Mioskowski, Charles; Panzeri, Walter; 

Viani, Fiorenza; Volonterio, Alessandro; Wagner, 

Alain; Zanda, Matteo 
CORPORATE SOURCE: Dipartimento di Chimica, Materiali ed Ingegneria 

Chimica "G. Natta", Politecnico di Milano, Milan, 

1-20131, Italy 

SOURCE: Tetrahedron (2003), 59(36), 7147-7156 

CODEN: TETRAB; ISSN: 0040-4020 
PUBLISHER: Elsevier Science B.V. 

DOCUMENT TYPE: Journal 
LANGUAGE: English 
OTHER SOURCE (S) : CASREACT 139:292224 

REFERENCE COUNT: 18 THERE ARE 18 CITED REFERENCES AVAILABLE FOR THIS 

RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



Page 27 



ANSWER 29 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 
Stannylalkylcarboxylate functionalized Wells-Dawson- type 
polyoxotungstates, an-[P2W17061{Sn(CH2)2C02H>]7- (It n - 1, 2) arc 
prepared from «n-[P2W17061) 10- and C13Sn(CH2) 2C02H in the presence of 
Bu4NBr/CH3CN. I (n - 2) reacts vith priaary and secondary amines, XH 
(e.g., XH - PhCH2NH2, (PhCH2)2NH. 1,4-NH2C6H4, NH2(CH2) SC02H) , to give 
«2- [P2V17061 {Sn (CH2) 2C02X) ] 7- 
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• STRUCTURE DIAGRAM TOO LARGE FOR DISPLAY - AVAILABLE VIA OFFLINE PRINT • 

AB Ansamycins of formula I [R1R2 - H2, bond; R3 - H, alkyl; R4, R5 - H, OH, 
alkoxy, acetoxy, aryloxy, acyloxy, etc.i R4R5 - O, NOH, alkoxyimine, etc.) 
R6 - H, alkyl, aryl, acyl) Yl, Y2 - H, OH, alkoxy, acetoxy, acyloxy, 
alkylsulfonyl, alkylamino, etc.; Y1R4 » heterocyclic or carbocyclic ring) 
and methods of preparing and using the same are described. At least some of 
these ansamycins exhibit one or more of improved aqueous formulation 

ability, 

chemical etablllty, and bioavailability. Some of the derivs. 
described are dimers. These and others described can include one or more 
solubilizing groups that have expected merit in rendering the overall 
coepds. useful as drugs and prodrugs. Thus, II was prepared from 
geldanaoycin and 3, 3' -diaminodipropylamine in 93 \ yield. II suppressed 
tumor growth of BT474 and SKOV-3 tumor models. 
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AB A novel, mild method for the synthesis of di substituted and tri substituted 
N-acyl ureas on solid support is described. Addition of carboxylic acids to 
a resin-bound carbimidoyl chloride gave, initially, an O-acyl isourea 
which subsequently rearranged to the corresponding N-acyl urea. 
Tri substituted N-acyl ureas were assembled on a Wang resin from a wide 
range of Fmoc amino acids, secondary amines and carboxylic acids. Acid 
mediated cleavage yielded the products in good yields and excellent 
purltlea. in addition, the regioselective synthesis of disubstituted 
N-acyl ureas is demonstrated with four examples. Compds. thus prepared 
included 4-[( [benzoyl (1-piperidinylcarbonyl) ] amino] methyl) benzeneacetic 
acid, 3-(benzoyl (1-piperidinylcarbonyl) amino} benzoic acid, 
4- [benzoyl (1-piperidinylcarbonyl) ami no] butanoic acid, 4- 
[( (cyclohexylcarbonyl) (1-piperidinylcarbonyl) ami no] methyl) benzeneacetic 
acid, 4-( (benzoyl! (phenylamino) carbonyl] amino] methyl] benzeneacetic acid. 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 



CORPORATE SOURCE: 

SOURCE: 

PUBLISHER: 
DOCUMENT TYPE: 
LANGUAGE: 
OTHER SOURCE (S) : 
REFERENCE COUNT: 



2003:627048 CAPLUS 
139:337930 

A novel solid-phase synthesis of di- and 
tri substituted N-acyl ureas 

Ravn, Jacob) Ankersen, Michael) Begtrup, Mikael; Lau, 
Jesper F. 

Medicinal Chemistry, Novo Nordisk A/S, Maaloev, 
DK-2760, Den. 

Tetrahedron Letters (2003), 44(36). 6931-6935 

CODEN: TELEAY) ISSN: 0040-4039 

Elsevier Science B.V. 

Journal 

English 

CAS REACT 139:337930 

12 THERE ARE 12 CITED REFERENCES AVAILABLE FOR THIS 
RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



Page 28 



ANSWER 32 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 

N204 was supported on cross- linked polyvinylpyrrolidone to afford a solid, 
stable and recyclable nitrosation agent. Tbis reagent shoved 
excellent selectivity for N-nitrosation of dialkyl amines in the presence 
of diaryl-, aralkyl-, trialkylaraines, and also for secondary amides under 
mild and heterogeneous conditions. Also N-nitroso-N-alkylamides were 
selectively prepared in the presence of primary amides and N-phenylamides 
under similar reaction conditions. Selective N-nitrosation or 
dealkylation and N-nitrosation of tertiary amines vas also performed by 
this reagent. 
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AB Disclosed is a aethod for producing a nitrone compound or an N-oxyl 
ound, 

characterized in that it comprises reacting a secondary amine and hydrogen 
peroxide in the presence of a metal oxide catalyst formed by reacting 
hydrogen peroxide vith at least one selected from the group consisting of 
metallic tungsten, metallic molybdenum, a tungsten compound comprising 
tungsten and an element belonging to Group 1 1 lb. Group IVb, Group vb, or 
Group VI b except oxygen, and a molybdenum compound comprising molybdenum and 
an element belonging to Group I I lb. Group IVb, Group Vb, or Group VIb 
except oxygen. Thus, 160 rag tungsten metal and 2.5 g aqueous 30 veightt 

H202 

were added to a 50 dL flask, heated to 40*, stirred at the same 
temperature for 0.5 h to prepare an. aqueous solution of tungsten oxide 
which vas cooled 

to 20', treated vith 30 g H20 and 1.7 g 1,2,3,4- 

tetrahydroisoquinoline, and then dropvise vith 6.9 g aqueous 30 weight! 
H202 over 

30 min, stirred at the same temperature for 3 h, treated vith 50 g Me 
tert-Bu 

ether and 10 g H20, stirred at room temperature, and left to stand for phase 
separation, followed by concentration of the organic layer to give 2.1 g 
3,4-dihydroisoquinoline N-oxide as a light yellow oil (801 purity 
based on GC anal., 901 yield). 
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AB Solid-supported barbituric acid can be used for the pal ladiua(O) -catalyzed 
deprotection of allyl amines, carbamates, carbonates, esters and ethers. 
This solid-supported reagent facilitates isolation and purification 
of the deprotected compds., especially acids and amines. 
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AB A symposium report. Amino acids and peptides (S) -R1NHCHR2C02H [Rl - Boc, 
Z, Boc-Ue, Bos-Lys(2-ClZ) , Boc-Pro, Fraoc-Ile; R2 - CH20CH2Ph, CH2Ph, 
<S)-CHMe2, (R)-CHHe2, CHMe2, CH2CHMe2] were converted to the 
O-succinimidyl carbamates R1NHCHR2NHC02SU (I). I are stable and 
can be stored without any degradation I are novel building blocks for the 
efficient solution synthesis of ureidopeptides and peptidyl hydantoins and 
for the solid-phase synthesis of oligourea/peptide hybrids. 

ACCESSION NUMBER: 2003:509493 CAPLUS 

DOCUMENT NUMBER: 140:19968 5 

TITLE: Solution and solid-phase synthesis of ureidopeptides 

and oligourea/peptide hybrids 
AUTHOR(S): Seraetey, Vincent; Schaffner, Arnaud-Pierre; Briand, 

Jean-Paul; Guichard, Gilles 
CORPORATE SOURCE: Laboratoire de Chimie Immunologique, CNRS UPR 9021, 

IBMC, Strasbourg, 67084, Fr. 
SOURCE: Peptides 2000, Proceedings of the European Peptide 

Symposium, 26th, Montpellier, France, Sept. 10-15, 

2000 (2001), Meeting Date 2000, 273-274. Editor(s): 

Martinez, Jean; Fehrentz, Jean-Alain. Editions EDK: 

Paris, Fr. 

CODEN: 69EDWK; ISBN: 2-84254-048-4 
DOCUMENT TYPE: Conference 
LANGUAGE: English 

REFERENCE COUNT: 5 THERE ARE 5 CITED REFERENCES AVAILABLE FOR THIS 

RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



Page 29 



L12 ANSWER 36 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 

AB A 1, 3-d ike tone ream vas developed S3 the basis for a selective scavenger 
for hydrazines. In addition, it can be employed for the selective removal 

of 

primary amines in the presence of secondary amines which is of fundamental 
importance in the purification of reductive alkylations. The resin's 
specificity is based on the sequestration of the hydrazine via their 
polymer- attached pyrazoles and of the primary amines via their enamines. 
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AB Benzotriazole-l-carboxamide is a nev efficient reagent for the preparation 
of 

mono- and N,N-di substituted ureas. The title ureas R1NR2CONH2 (Rl - 
p-MeOC6H4, PhCH2, pentyl, etc.; R2 - H, Bu, PhCH2, Me2CH) vere obtained 
from benzotriazole-l-carboxamide vith primary and secondary aliphatic amines 
R1R2NH and p-anisidine under mild conditions vith simple purification 
in isolated yields or 61-961. The procedure developed is suitable for 
solid-phase vork. 
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AB Cu(II) dialkyldithiocarbamate complexes, Cu (S2CNRR' ) 2, vith R - R' - Bu 
(l)i i-Bu (2); c-Hex (3>> CH2Ph (4)i R - Bu, R* - Et (5)i R - Pr, R' - 
c-PrCH2 (6)» R - R' - Pr (7)i i-Pr <8)> allyl (9), were prepared The 
thermal properties of the complexes vere studied to determine if their 
potential performance in CVD processes vas affected by the nature of the 
peripheral substituents of the ancillary ligands. Modest gains in 
volatility vere noted for 2 and 7 over the most often used complex with R 
- R' - Et, while 1 and 8 had thermal parameters and stability 
comparable to this standard Unsym. substitution, such as in 5, also 

improved 

volatility, vith some loss of itabllity for this particular 

compound X-ray diffraction studies of complexes 1-6 suggested that long 

range Cu"«S interactions in the solid-state have 

little bearing on the thermal properties of this class of Cu(II) 

complexes. 
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AB The present invention discloses an improved method for the manufacture of 
Pravastatin sodium salt by fermentation under optimal fermentation 

parameters using a 

nev strain of Streptomyces f lavidovirens. Specifically, Streptomyces 
f lavidovirens BICC 6826 (DSM 144 55) can regioselectively hydroxylate the 
pravastatin precursor compactin at the 66 position. Thus, 
Streptomyces f lavidovi rens BICC 6826 was grown in fed-batch fermentation 

mode 

where the feed consisted of compactin or a compactin salt and/or dextrose. 
The fermentation was conducted at pH 7.6-8.0 and 28 *C. The resulting 
sodium pravastatin salt was then harvested and purified vith a 
variety of techniques. 
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AE Dihydrogen reduction of aliphatic and aromatic nitrocompounds, alkenes, 
alkynes, 

nitriles and Scbiff bases to their corresponding saturated products is 
efficiently carried out using the soluble and polyner anchored palladiua 



(ID 



complexes. The innobilization of the palladiua (II) complexes in the 
polyner matriK slightly decreased the catalytic activities on the basis of 
petal content but improved the thermal and chenical stabilities and 
product selectivities relative to those of the corresponding homogeneous 
ones. The soluble catalyst has the propensity to decompose under high 
pressure, high tenperature conditions but the immobilized ones can be used 
repeatedly and can be stored for long periods without any appreciable loss 
of catalytic activity. XPS study indicates the presence of palladiua (II) 
in the fresh and used catalyst and a plausible reaction mechanism has been 
suggested on the basis of exptl. findings. 
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AB Amines are manufactured by the reaction of aldehydes or ketones with NH3 or 
primary or secondary amines in the presence of a H-donor and of 
homogeneous metal catalysts of the VI 1 1 - subg roup, under mild conditions. 
For example, stirring a mixture of 240 mg PhCOMe, 0.63 g HC02NH4, 40 mg 
[Ru[(R)-TolBINAP] (DMF)xC12] complex catalyst [(R)-TolBINAP - 
(R)-2, 2'-bis(di-p-tolylphosphino) -1, 1" -binaphthyl) and 4 mL of 20% ammonia 
solution for 16 h at 100* gave a mixture of 961 (R) -1 -phenyl ethyl amine 
(optical purity 931) and 4% PhCHMeQH. 
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AB The regeneration and reuse of a supported 4-hydroxybenzaldehyde scavenger 
(I) for amine sequestration has been achieved up to three times without 
significant loss of activity. The scavenging process between the aldehyde 
resin I and a range of amines has been investigated in detail to determine 

the 

scope of this scavenger. Its application for the rapid purification 
of a small library of secondary amines has also been demonstrated, and it 
has been shown that the large excess of scavenger resin used can be 
recovered and recycled, making this a more cost-effective process. 
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AB This paper reports the formation of novel hydrogen-bonded assemblies 
13-CA obtained upon mixing cyanuric acid (CA) with me 1 amine derivs. 
1, in which two of the three possible H-bonding arrays have been blocked. 
The four components are held together by 9 hydrogen bonds and form a rigid 
planar structure in which a central CA (three ADA motifs: A - acceptor, D 
- donor) is hydrogen bonded to three peripheral melaraine derivs. (DAD 
motif) . Furthermore, the synthesis and assembly studies are described of 
hydrogen-bonded assemblies 2-4 • CA, comprised of three melamine 
derivs. that are covalently connected, and CA. The overall thermodn. 
stability of assemblies 2-4-CA is superior to 13-CA 
(ITm - 9 vs 3.6). The presence of the 2- CA complex in chloroform 
was confirmed by 1H NMR spectroscopy and MALDI-TOF mass spectrometry. 
Substitution of the trimel amines with chiral or fluorescent groups (R3) 
enabled the study of the assemblies by CD and fluorescence spectroscopy. 
Titration expts. revealed strongly enhanced stabilities even in the 
presence of polar solvents, such as THF and CH30H. Depending on the 
polarity of the solvent, stacking between the planar assembly units was 
observed 
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AB A library of trianino-1, 3, 5- triazines art prepared on solid-phase using the 
oxidation of benzyl thiotriazines to benzylsulfonyltriazines followed by 
nucleophilic substitution of the benzylsulfonyltriazines with amines as 
the key steps. Attachment of a primary aaine to a formyl-substituted 
polystyrene (PAL) resin, addition of a dichloro {benzyl thio) -1, 3, 5-triazine 

to 

the resin-bound prinary amine, substitution of the chlorine atom with an 
amine, oxidation of the benzylthio moiety, substitution of the newly 
generated benzylsulfonyl ooiety with a second amine, and resin cleavage 
with trif luoroacetic acid in methylene chloride provides a 96-aember 
trianino-1, 3, S-triazine library in 11-991 purities. A set of 
resin-bound triazines with chloro and benzylsulfonyl moieties are reacted 
with a set of 30 amines to conpare the use of aoi no- substituted 
chlorotriazines, benzyl thio- substituted cblorotriazines, and 
ami no- substituted benzylsulfonyltriazines in substitution reactions with 
amines; substitution reactions of either ami no-substituted 
sulfonyltriazines or benzyl thio-substituted chlorotriazines gave the 
aminotriazine products in higher puritiei than reactions of 
amines with ami no- substituted chlorotriazines. 
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AB Heterocyclic p-amino acids are claimed for the prevention or 

treatment of epileptogenesis-associated diseases. Representative 
heterocyclic moieties are the following: thienyl, pyrrolyl, pyrimidyl, 
pyrazinyl, pyrazolyl, oxazolyl, isooxazolyl, thiazolyl, isothiazolyl, 
imidazolyl, furanyl, benzothiazolonyl, indolonyl, benzooxoazolinyl, 
benzothiophenyl, benzofuranyl, quinolinyl, isoquinolinyl, benzodi oxazolyl, 
benzoxazolyl, benzothiazolyl, benziaidazolyl, methylenedioxyphenyl, 
•tbylenedioxyphenyl, indolyl, purinyl, and deazapurinyl. Thus, 
3-amino-3-(benzo[dJ-l,3-dioxolan-5-yl)propionic acid was prepared by 
condensation of benzo(d) -1, 3-dioxolane-S-carboxaldehyde with malonic acid 
and ammonium acetate. 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 

INVENTOR (S) : 
PATENT ASSIGNEE (S) : 



DOCUMENT TYPE: 
LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 

PATENT NO. 



2002:927248 CAPLUS 
138:4513 

Preparation of heterocyclic B- ami no acids as 

antiepileptogenic agents 

Campbell, Allyson J.) Weaver, Donald F. 

Queen's University At Kingston, Can. 

PCT Int. Appl., 75 pp. 

CODEN: PIXXD2 

Patent 

English 

2 



KIND DATE APPLICATION NO. DATE 



WO 2002096424 

W: AE, AG, Al, 

CO, CR, CU, 

GM, HR, HU, 

LS, LT, LU, 

PL, PT, RO, 

UA, UG, US, 

TJ, TM 

RW: GH, GM, KE, 

CY, DE, DK, 

BF, BJ, CF, 

EP 1397136 



AT, 



IE, SI 
JP 2004 536071 
US 2003114441 
PRIORITY APPLN. INFO. : 

OTHER SOURCE (5) : 
REFERENCE COUNT: 



Al 20021205 WO 2002-CA773 20020527 

AM, AT, AU, A2, BA, BB, BG, BR, BY, B2, CA, CH, CN. 

CZ, DE, DK, DM, D2, EC, EE. ES, FI, GB, GD. GE, GH, 

ID, IL, IN, IS, JP, KE, KG, KP, KR, KZ, LC, LK, LR, 

LV, MA, MD, MG, MK, MN, MW, MX, M2, NO, NZ, OM, PH, 

RU, SO, SE, SG, SI, SK, SL, TJ, TM, TN, TR, TT, TZ, 

UZ, VN, YU, ZA, ZM, ZW, AM, AZ, BY, KG, KZ, MD, RU, 

LS, MW, MZ, SD, SL, SZ, TZ, UG, ZM, ZW, AT, BE, CH, 

ES, FI, FR, GB, GR, IE, IT, LU, MC, NL, PT, SE, TR, 

CG, CI, CM, GA, GN, GQ, GW, ML, MR, NE, SN, TD, TG 
Al 20040317 EP 2002-729719 20020527 

CH, DE, DK, ES, FR, GB, GR, IT, LI, LU, NL, SE, MC, PT, 
LV, FI, RO, MK, CY, AL, TR 
T2 20041202 JP 2002-592934 20020527 
Al 20030619 US 2002-222141 20020816 
US 2001-293495P P 20010525 

WO 2002-CA773 W 20020527 

MARPAT 138:4513 

8 THERE ARE 8 CITED REFERENCES AVAILABLE FOR THIS 

RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



LT, 



L12 ANSWER 46 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 
AB The composition contains addi tion-polymori zable unsatd. 
photoradical 

generator (e.g., organoboron compound), and R1NR2R3 {Rl, R2 - H, 
(un) substituted aliphatic group) R3 - (un) substituted benzyl). The 
composition 

shows improved sensitivity, storage stability, and fixability 
and is useful for a heat- and light-sensitive recording material or 
pressure- and light-sensitive recording material. 
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AB Diamide and amide-ester derivs. of imidazole-4, 5-dicarboxylic acid form 
reliable H-bonding motifs in the solid state. The crystal structures of 
sym. substituted and dissym. substituted diamides as well as amide-ester 
combinations were analyzed to identify the intermol. H-bonding patterns. 
An intramol. seven-membered H-bonded conformation forms in all derivs. 
where the possibility existed due to the functionality present. The 
motifs observed for the diamides include intermol. 
NH- ■ -O and NH* • -N H-bonded 

diners, with the exceptions to these motifs occurring in compds. having 
benzylamine substituents. The amines with a higher classification (i.e., 
3* > 2* > 1') in the dissym. substituted diamides are 
the intramol. H bond donors in the solid state, consistent with the 
capacity of the alkyl group to « tab! lis* developing carbocation 
character resulting from bond polarization. The amide-ester derivs. also 
form an intramol. H bond and an intermol. motif based on 
NH- ■ -N and two different C2- 

H---0 H bonds. A pyrrole amide-ester derivative forms an 
intramol. NH---0 H bond in the solid state and an 
intermol. NH---0 H-bonded chain. With the exception 

of the benzylamine-substituted diamides, the intermol. H-bonded motifs 
appear reliable for these imidazole-4, 5-dicarboxylic acid derivs. and will 
be useful in the design of analogs for specific applications. 
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AB A substantially quant, transfer of Cu(II) or Zn(II) salts from aqueous 
solution 

into a hydrocarbon (heptane or toluene) proqptly occurs under C02 in the 
presence of a dialkyl amine (NHR2, R - Bu, CH2Ph) . Recovery of the metal 
complexes from the organic phase affords Cu (02CNR2) 2 (NHR2) 2 or 
Zn4 U»4-0) (02CNR2)6, resp. , in high yield and purity. An 
x-ray diffraction study on a single crystal of Cu (02CN (CH2Fh) 2) 2 (NKBz2) 2 1 
shewed the compound to be mononuclear with tetracoordinated Cu in an almost 
perfect square-planar geometry. The Zn derivative has the well-established 
oxo-centered tetranuclear structure (R - Bu, 2) . 
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AB Quant, the mod n. stability scales of organolithium coopds. can 

be derived froa aeasureaents of Sn-Li exchange equilibrium A AGeq scale 

of «-oxy- and a-aminoorganolitbium cospds. vas established, 

and quant, stabilization effects of O-alkyl, O-alkoxyalkyl, 

O-carbamoyl, N-carbaaoyl, and O-carbonyl groups of the o-carbanion 

are presented. An a-oxycarbanion is far better stabilized 

by a carbonyl group as the O-substituent than by an alkyl or alkoxyalkyl 

group, vhiie the anion-etablllxlng effects of the different 

O-carbonyl substituents are comparable. An N-carbamoyl group has a 

somewhat higher stabilizing effect than its O-carbamoyl 

counterpart. NMR data are presented that show that benzylic N- or 

O-substituted carbanions have highly planarized structures where the neg. 

charge is highly de localized. The stability data obtained from 

the Sn-Li exchanges can be easily converted into effective pK data that 

are useful for predicting the acid-base behavior of this type of 

organolithium species. 
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Di-Et (S) -2,3-epoxypropylphosphonate ((S)-3) was transformed into 
(S) -phosphocarnitine ((S)-2] in the following sequence of reactions: a C-3 
regioselective opening of the oxirane ring with magnesium bromide, quant, 
bromide displacement with trime thy land ne, and ester hydrolysis. The 
epoxide ring opening of 3 with HCl/EtOAc gave a 92:8 mixture of 3- and 
2-chloro-substituted phosphonates. Reaction of (S) -3 with aqueous NMe3 gave 
di-Et 3-hydroxy-l-propenylphosphonate as a major product. 
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A variety of tris- and monoprotected derivs. with the l-amino-3- 
azabicycloO. 1.0)hexane and l-amino-3-azabicyclo[4 . 1 . 0] heptane skeleton I 
(n - 1, Zi Rl, R2 - Me, PhCH2i R3 - Me3COC0, PhCH2; R4 - H, Me3CSiMe20CH2) 
were synthesized by intramol. reductive cyclopropane tion of 
<*- (N- a llyl ami no) -substituted N,N-dialkylcarboxanides II. Starting 
from derivs. of the naturally occurring amino acid serine, the 
enantiomerically pure* compds. I (n - li Rl - R2 - Me, PhCH2» R3 
- PhCH2> R4 • Me3CSiMe20CH2) were obtained with endo/exo ratios of 2-2.5:1 
in 26-301 overall yields. X-ray crystal structure analyses of I (n - 1, 
2; Rl - R2 - R3 - PhCK2; R4 - H) in each case found an equatorial position 
of the N-benzyl group on the heterocycle and a common boat conformation 
for the 3-azabi cyclop. 1 .0) hexane and 3-azabicyclo [4. 1.0) heptane skeletons 
as a whole. The unprotected bicyclic amine di hydrochlorides III (R5, R6 - 
H, Me) were prepared by palladium-catalyzed hydroge native deprotection of I 
(R4 - H) under acidic conditions in 91-991 yields. 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 



CORPORATE SOURCE: 



PUBLISHER: 



LANGUAGE: 

O THER SOURCE(S) : 

REFERENCE COUNT: 



2002:603570 CAPLUS 
138:122509 

3-Azabicyclo{3.1.0]hex-l-ylamines by Ti-mediated 
intramolecular reductive cyclopropanation of 
«- (N-allylamino) -substituted 
N,N-dialkylcarboxamides and carbonitriles 
Gensini, Martina; Kozhushkov, Sergei I.j Yufit, 
Dmitrii S.i Howard, Judith A. K. » Es-Sayed, Mazen; de 
Meijere, Armin 

Institut fur Organische Cheaie der 

Georg-August-Universitat Gottingen, Gottingen, 37077, 
Germany 

European Journal of Organic Chemistry (2002), (15), 
2499-2507 

CODEN: EJOCFKi ISSN: 1434-193X 
Wiley-VCH Verlag GmbH 
Journal 
English 

CASREACT 138:122509 

40 THERE ARE 40 CITED REFERENCES AVAILABLE FOR THIS 
RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



Page 33 



L12 ANSWER 52 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 

AB A process for the conversion of gabapentin hydrochloride into gabapentin 
comprises dissoln. of gabapentin hydrochloride in a solvent in vhich tha 
gabaptntin hydrochloride and the gabapentin are completely soluble and 
subsequent addition of an amine that allows the renoval of the chloride ion 
from the solution containing gabapentin hydrochloride; by precipitation of 

the 

hydrochloride of the sane amine, leaving the gabapentin in solution in free 
amino acid form. This procedure using dicyclohexylamine afforded 
gabapentin in 801 yield and HPLC purity > 99.851 following 
treatment with Me and iso-Pr ales. 
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Title compds. are manufactured by reaction of trimellitanides I (R1-R4 - H, 
C0NR5R6; 11 of R1-R3 - CONR5R6; A, B - C02H, alkoxycarbonyl, 
carbamoyl, carboxylate, cyano; RS, R6 - Ph, benzyl, cyclohexyl), phthalic 
acid or its derivs. (except for I), urea, and Cu or its compds. followed 
by acid treatment. Thus, reaction of trimellitic anhydride diphenylaaide, 
phthalic anhydride, urea, and CuCl gave blue products, which were treated 
with H2S04 at room temperature for 4 h to give blue -purple pigment 
shewing excellent ttabllity after treatment with xylene under 
reflux. 
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AB Diastereomeric di-Et (1R,2R)- and (IS, 2R) -2, 3-epoxy-l - 

benzyl oxypropylphosphonates were obtained from the reap. 
2, 3-O-cyclohexylidene-l-hydroxypropylphosphonates via the following 
sequence of reactions: benzylation, acetal hydrolysis and transformation 
of the terminal diols (1R,2R)- and (IS, 2R) - (EtO) 2P (0)CH(OCH2Ph)CH(OH) CH20H 
thus obtained into epoxides using the Sbarpless protocol. These epoxides 
were regioselectively opened with dibenzylaraine to afford the title 
compds. <1R,2R)- and (IS, 2R) - (EtO) 2P (0) CH(0H) CH(0H)CH2NHAc after 
acetylation and hydrogenolysis. 
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AB Thirty-nine secondary amines were systematically investigated as additives 

in concentrated emeraldine base (EB)/NMP solns. for gelation and 
degradation When 

both the width (defined as the longest distance between 2 hydrogens in the 
plane perpendicular to the NH bond of the amine) and depth (defined as the 
longest distance between 2 atoms in a plane perpendicular to the width) of 
the amines are <4.53 A and their pKa is >7.7, the amines significantly 
extend the gelation times of 20 mass % EB/NMP solns. for more than 12 h. 
However, some of these amines also significantly degrade the polymer. 
Amines with small width and depth and strong basicity, such as azetidine 
and pyrrolidine, can significantly destroy the EB structures. This was 
evidenced by order-of -magnitude decreases in doped film conductivity, by 
significantly changed UV-vis spectra, and by significantly reduced mol. 
wts. of the aged EB solns. as measured by gel permeation chromatog. (GPC) . 
However, when both the width and depth of amines are >4.53 A, these 
amines neither prolong gelation time nor appreciably degrade EB. 
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AB With the purpose of developing a method of preparing 
Z-a, p-unsatd. amides, the Peterson reaction of the 

(triphenylsilyl)acetaaide Ph3SiCH2COX (I; X - NBn2, NMe2) with various 
aldehydes was examined The reaction of aroaatic aldehydes gave 
selectivi ties 

up to >97:3. It was found that the selectivity was a function of the 
electronic nature of the aroaatic ring and higher Z selectivity was attained 
with electron-rich aldehydes, with aliphatic aldehydes selectivi ties up to 
92:8 were achieved, and unlike with analogous phosphorus reagents, less 
sterically hindered aldehydes gave higher Z selectivity. Also, I (x - 
NHe2) , which has a saaller aaide group than I (X - NBn2) , tended to give 
rise to higher selectivity. A comparison with the reaction of 
t rime thy lsilyl analogs revealed the significance of the Ph substituents on 
the silyl group. 
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AB A new "chemical tagging" method for homogeneous electrophilic scavenging is 
described. The method utilizes 5-norbornene-2-aethanol to scavenge/ tag a 
variety of electrophiles (p-toluenesulfonyl isocyanate, Ph isocyanate, or 
benzoyl chloride) that are present in excess. Once tagging is coaplete, 
the crude reaction aixture is subjected to a rapid (ring -opening metathesis 
polymerization) ROMP event utilizing the second generation Grubbs catalyst. 

This 

process yields a polymer that can be precipitated with methanol or 
ether/hexane, 

leaving products in excellent yield and purity. 
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AB o-Sulfinyl ketimines and p-sulfinyl enamines undergo reaction 

with delivery cyanide reagents such as ( t rime thyl si lyl) cyanide or 
(tert-butyldimethylsilyl) cyanide in the presence of either stoichiometric 
excesses of ZnC12 or ZnBr2, or catalytic amount of Yb(TfO)3. Ketimines 
included {-) -4-methoxy-N- (2- [ (R) - (4-raethylphenyl) sulf inyl] -1- 
phenylethylidenejbenzenaraine, (+) -3-[ ( (R) - (4 -methylphenyl) sulf inyl] methyl) - 
l-oxa-4-azaspiro(4.5]dec-3-ene and (-) -N-f (IE) -2- [ (R) - (4- 
methylphenyl) sulf inyl) ethenyl) -N- (phenylmethyl)benzenemethanamine. The 
use of ZnC12 in ale. solvents provides the best diastereoselectivity.. It 
is mediated by a chelated transition state, the p-tolyl group driving the 
anti attack of the reagent. By using Yb(TfO)3 poor diastereoselectivities 
but good yields are obtained. It seems that an iminium derivative 
originated 

by metal coordination with either the nitrogen or oxygen atom in the 
substrate is responsible for the observed results. Interestingly, 
p-sulfinyl enamines provide analogous a- ami no nitriles in the 
same reaction conditions. It allowed the cyanosi lylation of the 
covalently stabilized enamines arising from unstable 
B-sulfinyl aldehydes. 
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AB Anionic polymerization initiators useful in the preparation of polymers 
having a 

protected amine functional group are disclosed. The amine functionality 
includes a first protecting group, which can be aralkyl, Me, allyl or 
tertiary alkyl group. The other of the amine protecting groups can be the 
same as the first protecting group. Alternatively, the second protecting 
group can be different from the first protecting group, in which case it 
is selected to have differential stability to agents used to 
remove the aralkyl. Me, allyl or tertiary alkyl protecting group. 
3- ( (N-Benzyl-N-me thyl) amino] -1 -propyl lithium was prepared and used in 
polymerization of isoprene. 
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AB Reaction of nitron«s with t« red rial alkynes takes place readily in the 

presence of a subs toichiome trie aaount of diethylzine in toluene, affording 
N-propargyl-hydroxylamines in excellent yields and purity. 
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A sinple colorimetric assay of various transition-metal catalysts shoved 
that the combination of DPPF, Ni (COD) 2, and acid is a highly active 
catalyst system for the hydroami nation of dienes by alkylamines to form 
a Hylic amines. The scope of the reaction is broad; various primary and 
secondary alkylamines react with 1,3-dienes in the presence of these 
catalysts. Detailed mechanistic studies revealed the individual steps 
involved in the catalytic process. These studies uncovered unexpected 
thermodn. for the addition of amines to x-allyl nickel complexes: instead 
of the thermodn. favoring the reaction of a nickel allyl with an amine to 
form an allylic amine, the thermodn. favored reaction of a nickel (0) 
complex with allylic amine in the presence of acid to form a Ni (II) allyl. 
The realization of these thermodn. led us to the discovery that nickel and 
some palladium complexes in the presence or absence of acid catalyze the 
exchange of the amino groups of allylic amines with free amines. This 
exchange process vas used to reveal the relative thermodn. 
stabilities of various allylic amines. In addition, this exchange 
reaction leads to racemization of allylic amines. Therefore, the relative 
rate for C-N bond formation and cleavage influences the enantioselectivity 
of diene hydroami nations. 
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The purple- red cesium 2-aza-allyl compound [ (Cs (THF) } (N (CHPh) 2) ) 
(1) was obtained by the reaction of Cs in THF with HN(CH2Ph)2 with 
evolution of H2. 1 Was characterized by NMR, IR, and Raman spectra as 
well as by x-ray crystallog. In the solid state 1 forms infinite layers 
of (Cs(TKF)]f and (N (CHPh) 2]- ions connected mainly by Cs+-x-electron 
interactions in the solid state. The layers are stacked along [001]. 
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AB The invention provides an improved, tablet form for polymeric supports, 

which are used in organic synthesis in solvent media. More specifically, a 
fixed weight amount of beads of a functionalized polymer, which polymer is 
insol. in the reaction solvent for the intended synthesis, is provided as 
compressed tablets of essentially equal weight and composition The polymer 

beads 

are essentially intact, and are released as such when the tablets are 
disintegrated in the synthesis solvent. The invention tablets are 
characterized by the fact that they contain 0-20 weight% polyethylene 
glycol. 

The tablets may also contain an addnl. non- functionalized polymer, such as 
polystyrene or PEG di-Me ether, as a disintegrating agent. This tablet 
form is useful in conventional synthesis, parallel synthesis, 
split-and-mix synthesis, and/or combinatorial chemical In a method for 
producing the tablets, beads of the functionalized polymer are compressed 
into tablets after pre-treatment with an aprotic organic solvent. For 
instance, one of 14 tablet compns. contained a 9:1 mixture of 
isocyana tome thy 1 polystyrene (II divinylbenzene crosslinker) with PEG 
di-He ether (mol. weight approx. 2000 Da). The tablets were 100 mg, with 
diameter 6 mm, and had a crushing strength of 16 N. They disintegrated 
rapidly (< 3 min) in CH2C12, THF, DMF, PhMe, MeCN, and DMSO, but were 
undisintegrated after 1 day in EtOH. The resulting dispersions were 
filterable, and the polymer beads undamaged as determined by SEM. In a 
performance test for attachment of organic amines to 4-[(4- 
nitrophenoxy) carbonyloxymethyl)phenoxymethyl polystyrene, the invention 
tablets gave increased yield and purity of product in 7 of 8 
cases. For instance, in the case of l-benzylpiperidin-4-ylamine, yield 
was increased from 62% to 90%, and purity (determined by UV) from 70 
to 75%. 
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A ketoester resin was developed as the basis for a selective scavenger for 
priiaary amines in the presence of secondary anines. The utility of the 
scavenger vas demonstrated with a range of reductive amination chemistries 
vith both oono- and diamines. Thus, R1COR2 (Rl - Ph, R2 - H; Rl - Pr, R2 
- Me) reacted with R3 NHR3 (R3 - 2-furylmetbyl, Ph2CH, 2-pyridyimethyl, 
etc.) to give R1R2CHNHR3. Treating the secondary amine product with the 
ketoester resin selectively removed the primary amine to give high 
purities and good yields of the secondary amine. The resin's 
specificity is based on the removal of the primary amines via their 
enamines. 
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Protected glycine analogs tethered to an imidazolidinone auxiliary undergo 
diastereoselective alkylation and acylation reactions in moderate to good 
yields (9-9U) with high levels of stereocontrol (generally >95% de) . 
Subsequent alkylation of these derivs. has been demonstrated for the 
production of non-racemic a, a -di substituted amino acid precursors. 
Diastereoselective aldol reactions are also found to proceed with good 
yields and excellent stereocontrol (62-841, 93-95% de) . Chiral auxiliary 
cleavage and hydrogenolysis of these adducts affords the 
e-hydroxy-a-amino acid derivs. with no observed erosion of optical 
purity. 
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A mild and efficient sequential transformation for the facile and rapid 
preparation of p-arainoke tones or their derivs., e.g., pyrazolines, 
utilizing readily available and stabla Weinreb amides as common 
starting materials is reported. The reaction proceeds in good to 
excellent yields for a variety of amides, vinyl Grignard reagents and 
N-nucleophiles. Thus, treating PhCONMe (OMe) with H2C:OiMgBr and 
piperidine gave p-aminoketone I in 951 yield. 
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AB Tht 1:1:1 complex of nitrosonium nitrate, 18-crown-6. and nitric acid 
fNO+»Crown-H(N03-)2] acta as a efficient nitrosating agent for 
secondary alkyl and aryl amines to 9ive N-nitros amines in quant, yields. 
E.g., diethylamine, (NO*-Crown-H(N03-) 2) and silica are stirred in 
methylene chloride at ambient temperature for 5 min.j after rinsing the 
products 

through a plug of silica qel. N-nitroso-N,N-dietbylamine is isolated in 
quant, yield. [N0+-Crown«H(N03-) 2) is prepared in quant, yield by 
bubbling a mixture of nitrogen dioxide and dinitrooen tetroxide through a 
solution of lB-crovn-6 in nethylene chloride followed by evaporation of 
solvent. 

{NO+-Crown*H(N03-)2J is an easily handled, stable., 

crystalline solid that rapidly nitrosates secondary amines under homogeneous 
conditions. N-nitrosoamines have been shown to be carcinogenic in 
laboratory 

animals and the products of N-nitrosation should thus be treated with 
caution. 
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AB The synthesis of new pur In* derivs. designed to inhibit cell 

cycle regulating cyclin-dependent kinases (CDKs) , is reported. These 
compds., related to olomoucine and roscovitine, are characterized by the 
presence of a pyrrolidine methanol substituent at C-2 and a variety of 
ortho, meta and/or para substituents on the C-6 arylamino group. 
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AB The use of 1H NMR for determination of the composition of a mixture is 
discussed. The 

use of 1H NMR for determination of the difference between the positional 
isomers 

2-bromoethylbenzene and 1-broraoethylbenzene is noted. The use of 1H NMR 
in the preparation of diamines related to N- (2-phenyl-2- 
methylamino) ethyl pyrrolidine is also discussed. 
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AB The products of the reduction of dihalo(diorganoaraino)boranes with Li ALH4 in 
toluene depend upon the steric requirement of the amino substituents. It 
shows that upon using different procedures to produce secondary- 
ami no (di hydro) bora nes the results depend critically from the solvent, the 
stoichiometry of the educts and the temperature applied beyond the sterical 
factors. However, certain procedures are preferably used to produce 
distinct moieties. Eight procedures (in part using different ratios of 
the educts) were applied and evaluated for their results. Mixta, of 
products were explored by NMR and MS. Pure compds. are 
characterized by NMR: 1H, 11B, 13C, MS and elemental analyses or high 
resolution MS. An x-ray structure anal, is presented for dimeric 
piperidinoborana. 
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AB The solid-phase synthesis of 2, 4-diaminoquinazolioes is presented. The 
chemical involves the sequential condensation of 2-aminobenzonitriles and 
aaines starting froa an acyl isotbiocyanate resin via a traceless cleavage 
and cyclization. The a-1 antagonist prazosin was synthesized, as 
veil as several other examples, in good yields and purity. 
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AB A process is provided for the bioconversion of compactin to pravastatin by 
a Micormonospora culture and the subsequent separation and purification of 
pravastatin. Specifically, the invention provides for the preparation of a 
pravastatin salt of formula I from a compactin salt of formula II where R+ 
represents an alkali metal or ammonium ion. In this process, 
microorganisms of the genera Micromonospora are aerobically cultivated in 
a suitable fermentation medium at 25-32 "C for a predetd. time at which a 
compactin salt is added and subsequently 6P-hydroxylated to form the 
corresponding pravastatin salt. The pravastatin salt formed during the 
fermentation may then be separated from the fermentation broth by 

adsorption on an anionic 

ion exchange resin, or by extraction with a water immiscible organic solvent 
followed by the the preparation of its lactone derivative or its secondary 

amine 

salt as an intermediate, or by purification of an aqueous alkaline extract 
obtained obtained from the organic solvent extract by liquid chromatog. on a 
non-ionic adsorbing resin. Thus, Micromonospora strain IDR-P3 was 
cultured for 72 h at 32 "C at which time 0.5 g/L sodium compactin 
was added to the fermentation broth which incubated for 72 h and which was 
followed by a second addition of 0.5 g/L of the compactin sodium salt 
followed by an addnl. 72 h incubation. After this second incubation, 751 
of the compactin had been converted to the sodium salt of pravastatin. 
The fermentation broth was centrifuged, the supernatant was saved and the 

cell 

pellet was water washed. The supernatant and the wash were combined, the 
pH was adjusted to 3.5-4.0 with sulfuric acid and the pravastatin was 
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extd. with Et acetate. Then 150 molt of dibenzyl amine was added to the 

ext. which was then coned, and held overnight at 0-5 *C. The pptd. 

pravastatin dibenzyl ammonium salt was recovered by filtration, and was 

ultimately purified ion exchange chromatog. 
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AB A process is provided for the bioconversion of compactin to pravastatin by 
a Hicormonospora culture and the subsequent separation and purification of 
pravastatin. Specifically, the invention provides for the preparation of a 
pravastatin salt of formula I from a compactin salt of formula II where R+ 
represents an alkali metal or ammonium ion. In this process, 
microorganisms of the genera Hicromonospora are aerobically cultivated in 
a suitable fermentation medium at 25-32 *C for a predetd. time at which a 
compactin salt is added and subsequently 6p-hydroxylated to form the 
corresponding pravastatin salt. The pravastatin salt formed during the 
fermentation may then be separated from the fermentation broth by 

adsorption on an anionic 

ion exchange resin, or by extraction vith a vater immiscible organic solvent 
followed by the the preparation of its lactone derivative or its secondary 

amine 

salt as an intermediate, or by purification of an aqueous alkaline extract 
obtained obtained from the organic solvent extract by liquid chromatog. on a 
non-ionic adsorbing resin. Thus, Hicromonospora strain IDR-P3 was 
cultured for 72 h at 32 'C at which time 0.5 g/L sodium compactin 
' was added to the fermentation broth which incubated for 72 h and which was 
followed by a second addition of 0.5 g/L of the compactin sodium salt 
followed by an addnl. 72 h incubation. After this second incubation, 75% 
of the compactin had been converted to the sodium salt of pravastatin. 
The fermentation broth was centrifuged, the supernatant was saved and the 

cell 

pellet was water washed. The supernatant and the wash were combined, the 
pH was adjusted to 3.5-4.0 with sulfuric acid and the pravastatin was 
extracted with Et acetate. Then 150 moll of dibenzyl amine was added to the 
extract which was then concentrated and held overnight at 0-5 # C. The 
precipitated 

pravastatin dibenzyl ammonium salt was recovered by filtration, and was 
ultimately puriflad ion exchange chromatog. 
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AB Schiff bases were synthesized by addition of aldehyde or ketone followed by 
addition of benzyl azide to a solution of (PhCH2NEt3) 2MoS4 in acetonitrile 

at 

room temperature All the Schiff bases were reduced to the arylamines. 
Dibenzylamine was produced by the reduction of the Schiff base obtained by 

the 

reduction of benzyl azide with (PhCH2NEt3) 2MoS4 in acetonitrile. 

Dibenzylamine was further converted to its acylated derivative Reaction of 

(PhCH2NEt3) 2HoS4 in acetonitrile with benzyl chloride produced dibenzyl 

disulfide in high yield and purity. 
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AB The use of the multi- component boronic Mannich reaction (BMR) in a 

solid-phase approach, in which an aryl boronic acid is combined with an 
aldehyde and a secondary amine is reported. Several examples are reported 
in which each of the three components is alternately anchored onto Wang 
polystyrene, giving in most cases (but not all) the expected products in 
high yields and purities. Based on 11B NMR studies, the 
intermediate formation of a tetracoordinated boron species could represent 
the prerequisite for success of the BMR is suggested. 
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AB Coupling of 2-chloro-5-aninobenzyl ale. to Merrifield resin (P-CH2Cl)and 
subsequent diazotization afforded polyaer-bound diazoniun ion 
{PJ-CH20CH2C6H3-2-C1-S-N2+BF4- (3). DSC anal, of 3 and its 18-crown-6 and 
2l-crovn-7 inclusion complexes indicated a high thermal stability 
, with decomposition significant at temps, higher than 90* and Ea for 
thenaal decosposition of 114 kJ/nol (half-life for 3 of 11 h at 60' or 
130 days at room tenperature or 10 yr at 0*). Coupling of primary amines 
RNH2 with 3 gave the corresponding polymer-bound 1, 3-di substituted 
triazenes [P] -CH20CH2C6H3-2-Cl-5-N:NNHR which underwent regioselective 
reactions at the N3 nitrogen of the triazene group and cltavage to give 
RNHR'. The use of 3 as a scavenger resin for removal of amines, anilines, 
and phenols was also discussed. 
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AB Several novel multidentate dinucleating Uganda based on 1, 8-naphthyridine 
have been synthesized in which the 1, 8-naphthyridine moiety serves as a 
bridging unit. These ligands can link two metal ions like the syn, syn 
coordination mode of bridging carboxylate groups encountered in a variety 
of diraetallic centers in biol. stable diraetallic complexes with 
variable metal -metal sepns. and geometries readily form with the use of 
these Uganda. 
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AB The synthesis of 2-aminoimidazolinones from resin-bound amino acids is 
described. Reaction of resin-bound amino acids with isothiocyanates 
followed by treatment of the resulting thioureas with Mukaiyama's reagent 
afforded the corresponding carbodiimides, which reacted with amines to 
give 2-aminoimidazolinones in good yield and purity through a 
cyclization reaction that cleaves the product from the resin. 
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A method for the preparation of pravastatin I (R - H) and its salts I (R - 

dibenzylamine, dioctylamine, dicyclohexyl amine, etc.) via fermentation of 
compactin using using the filamentous mold, Mortierella maculata, was 
described. Thus, bioconversion of compactin using Mortierella maculata in 
a medium of 50 g of glucose, 20 g of soybean meal, and 1000 mL water 
resulted in the formation of pravastatin. The pravastatin was 
purified via formation of its dibenzylamine salt. Novel strains 
of Mortierella maculata vere also disclosed. 
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R: AT, BE, CH, OS, DK, ES, FR, GB, GR, IT, LI, LU, NL. SB, MC, PT, AB The first example of a fully automated solution-phase parallel synthesis 

IE, SI, LT, LV, FI, RO aethod including online product purl m, AutoChen, is described. 
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N-alkoxy(or aryloxy) carbonyl isothiocyanate derivs. R102CNHC(:S)YR4 [Rl - 
Cl-8 alkyl, C2-4 alkenyl, C6-10 aryl» R4 - Cl-10 alkyl, C6-10 aryl, Cl-8 
alkoxy; Y - 0, S, NR5; R5 - H, R4) (e.g., N-methoxycarbonyl-O-He 
thionocarbamate) are prepared by reacting a haloformate ester XC02R1 (X - 
halogen) (e.g., Me chlorof ormate) with a thiocyanate MSCN (M - alkali 
metal, alkaline earth metal, NH4) (e.g., sodium thiocyanate) in the presence 
of an organic solvent (e.g., MIBX) and a catalytic amount of an 
N,N-dialkylarylamine (e.g., N,N-dimethylaniline) to produce an N-alkoxy(or 
aryloxy) carbonyl isothiocyanate intermediate S:C:NC02R1 (e.g., 
N-methoxycarbonyl isothiocyanate) which then undergoes an addition reaction 
with an ale, raercaptan, or amine R4YH (e.g., methanol) to give the 
N-alkoxy(or aryloxy) carbonyl isothiocyanate derivative in high yield and 
purity . 
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isothiocyanate derivatives using N,N-dialkylarylamines 
as catalysts 
Kulkarni, Shekhar V. 
Bayer Corporation, USA 
U.S., 5 pp. 
CODEN: USXXAH 
Patent 
English 
2 



ANSWER 82 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 

A combination of inorg. acidic salts or silica gel supported inorg. acids 
and sodium nitrite in the presence of wet Si02 was used as an effective 
nitrosating agent for the nitrosation of secondary amines to their 
corresponding nitroso derivs. under mild and heterogeneous conditions in 
moderate to excellent yields. Mg(HS04)2 and NaHS04 are superior to all 
the aforementioned reagents in convenience, yield and purity of 
the isolated nitrosamines. 
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AB Two sample preparation methods for the deteraination of dibenzylaaioe (DBA) 
in 

artificial saliva leachates froa rubber baby bottle nipples have been 
developed, using either solid-phase extraction (SPB) vith N- 
vinylpyrrolidone/divinylbenzene as the sorbent or solid-phase nicroextn. 
(SPME) vith a polyacrylate coated fiber. The baby bottle nipples vere 
immersed into artificial saliva for 6 b, a part of the solution was brought 
to pH 9 for SPE or pH 10 for SPME' and the analyte was extracted by SPE or 
SPME. After elution vith Et acetate (SPE) or theraal desorption (SPME) 
DBA vas deterained by gas chroma too. vith aass spectroaetric detection. The 
aain advantages of SPE vere superior ruggedness and stability as 
veil as the possibility of preparing several saaples simultaneously. SPME 
offered a greater sensitivity and ranch saaller sanple vols, vere required. 
The results obtained for the investigated rubber baby bottle nipples vere 
alaost identical vith both the aethods shoving deviations of less than 31. 
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AB Nucleophilic addition (Nu-M+) to isolevoglucosenone generates enolates 

stereospecifically (exo face addition) that can be reacted vith 
sugar-derived 

aldehydes to give C(l-*3) -linked disaccharide precursors vith high 

diastereoselectivity. Limitations of the aethod arising froa unfavorable 

a Idol ate stability can be overcoae by using Et2AlI as the 

nucleophile. This leads to products of Baylis-Hillaann condensations. 

One example is presented and has led to the preparation of 2, 3-anhydro-3-C- 

( ( 1 S) - 2 , 6- anhydro- D- « lyce ro- D- gu lo- hepti to 1 - 1 -C-yl ) -p-D-gu lo- 

pyranose. 
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The crystal structure of the prepared stable toluene solvate of 

bis(Nl,Nl.N5,N5-tetrabenzyi-2,4-dithiobiureto)nickel(II) shovs that the 

solvent mols. are held vithin lattice cavities of well-defined size and 

shape. Recrystn. from a mixture of xylenes yields selectively the p-xylene 

solvate. 
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A series of new analogs of 15-deoxyspergualin (DSG) , an immunosuppressive 
agent commercialized in Japan, was synthesized and tested in a 
graf t-vs. -host disease (GVHD) model in mice. Various substitutions of the 
spermidine "D" region were made in order to determine its optimum structure 

terms of in vivo immunosuppressive activity. Various positions of 
methylation were first Investigated leading to the discovery of the 
monomethylated malonic derivative I in which the pro-R hydrogen of the 
methylene a to the primary amine of the spermidine moiety has been 
replaced by a Me group. Synthesis of the similarly methylated analog of 
the previously reported glycolic derivative LF 08-0299 afforded II which 
demonstrated a powerful activity at a dose as low as 0.3 mg/kg in the GVHD 
model and was much more potent than DSG in the demanding heart 
allotransplantation model in rats. The improvement of in vivo activity 
was supposed to be related to an increase of the metabolic 
stability of the methylated analogs compared to the parent mols. 
Due to its very low active dose, compatible with a s.c. administration in 
humans, and its favorable Pharmacol, and toxicol. profile, II was selected 
as a candidate for clin. evaluation. 
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AB Azaspi ropentanecarboxaaides I [R ■ H with Rl ■ PhCH2, Ph(CH2)2; R, Rl - 

PhCH2* K, Rl - 4-MeOC6H4CH2> R - 4 -MeOC6H4CH2 , Rl - PhCH2i R - (S) -PhMeCH, 
Rl - PhCH2; R - PhCH2, Rl - (S)-PhMeCHl are fortaed vitb remarkabie ease in 
2 steps in a 1-pot operation from Me 2-chloro-2-cyclopropylideneacetate by 
addition of a primary amine in THF and subsequent treatment with NaH/Et3N in 
the presence of another equivalent of a primary amine or NH3. Achievable 
yields of I were moderate to good, while the corresponding esters could 
only be obtained in poor yields. The nev a-amino amides are 
surprisingly etable and can be incorporated into small peptides 
as demonstrated vith the preparation of a glycinyl peptide and a 
spirocyclopropaneoxazoline. 
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AB This study explains and introduces novel catalyst systems, by fundamental 
studies, in all-water blown polyurethane (po») spray foam 
applications and CFC free polyisocyanurate (PIR) sprayed foam 
applications. The elimination of CFC in Pro applications has 
successfully been achieved in most cases and alternative blowing agents 
such as HCFC-141b, pentane, cyclopentane, water are commonly used today. 
For the spray application, HCFC-141b is the primary blowing agent, 
however, HCFC-141b will be phased out by the year 2003. Other alternative 
bloving agents have been investigated and water is also being considered 
as the good candidate. All-water blown systems however, have many 
problems, such as delay of the initial blow, foam cracking due to the high 
reaction exothero, high d., adhesive strength and so on. The catalyst 
plays an important role to improve spray foam systems, and a vide 
selection of catalysts, such as tertiary amines catalysts and metal based 
catalysts have been proposed. Most catalysts, however, cannot meet recent 
manufs. requirements. For example, the use of blowing amine catalyst is 
effective in order to make the initial activity faster in general, however 
in all-water blown spray foam applications there is a limit for shortening 
the cream time even though increased concentration levels of conventional 

blowing 

catalyst are utilised. In the case of using a high concentration level of 
bloving amine catalyst, the adhesive strength becomes poor due to the high 
content of urea linkages. Furthermore, a high concentration level of 
conventional blowing amine catalysts also contributes to high odor in the 
foam. TOSOH corporation has investigated the above areas from the 
standpoint of tertiary amine catalysts and has successfully developed the 
novel amine catalysts systems TOYOCAT-FB20 and FB30. In contrast to the 
conventional amine catalysts, TOYOCAT-FB20 and FB30 enables one to achieve 
fast initial blowing activity identical to HCFC-141b blown systems. It is 
also possible to prevent the "hanging** of the foam and to produce good 
foam efficiency such as low d. foam, good moldability and so on. 
T0Y0CAT-FB20 and FB30 can improve the adhesive strength and reduce odor 
thereby improve the working environment. In case of PIR spray foam, the 
delay in initial blowing occurs at low temperature even when using 
HCFC-141b. 

TOYOCAT FB20 and FB30 can be applied to PIR spray foam system and enables 
one to achieve desired fast initial blowing activity. Foam d. can also be 
reduced without sacrificing acceptable f lammability. This technol. 
assists in the successful production of spray foam systems with excellent 
phys. properties, including fast initial blowing activity, improved 
moldability, friability and low d. foam. 
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AB The reactions of tri ethyl aluminum with 13 secondary amines (RH - HNMe2, 
HNEt2, NNPr2n, HNPr2i, HNBu2n, HNBu2i, HNBu2s, HNC4H8, HNC5H10, HNC6H12, 
HN(c-C6Hll)2, HN(CH2Ph)2, and HNC4H8NMe) afford room- temperature • table. 
, clear, colorless liquid complexes. These complexes were characterized by 
1H and 13C NMR, IR and elemental analyses. Trends in the NMR chemical shift 
data are compared with data previously reported for the analogous 
tri methyl aluminum, -gallium, and -indium compds. in terms of the steric 
properties of the amines. Subsequent thermolysis of these complexes 
yields dimeric aminoalanes via 1, 2-elimination of ethane in all cases. 
The dimers were characterized by 1H and 13C NMR, IR, m.p., cryoscopic mol. 
weight detns., and elemental analyses. The NMR chemical shift data are 

compared 

with known data for the (Me2AlR)2 and [Me2GaR] 2 series. The mol. 
structures of [Et2AlN(c-C6Hll)2)2 and (Et2AlNC4H8NCH3} 2, obtained from 
x-ray crystal data, are presented and discussed in terms of the 
correlations between the structural parameters of the A12N2 ring and the 
nature of the Al and N substituents. 
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AB Pentacyanonitrosylferrate (II) (I) reacts with n-butylamine to produce 
di-n-butyl amine in high yields (81-951). The absence of rearranged 
products indicates that the initially produced diazonium ion is 
•tabllix*d by coordination to the metal. Benzylamine and 
1,4-diaminobutane react with I to produce dibenzylamine and piperidine, 
resp. 
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AB This paper describes the successful transfer of benzotriazole -based chenical 
on solid support. The strategy followed to anchor this peculiar 
heterocycle on solid phase and the full anal, characterization of the 
various supported benzotriazoles are herein described. The chenical 
assessment process on solid phase, the preparation of discrete libraries by 
parallel synthesis, the s eni automated purification procedures, and 
the complete anal, characterization of the library components are also 
presented and discussed. 
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AB Starting from closo-(B10H10)2- hydrophobic monoanions (R1R2R3N-B10H9) - (R 
- H. PhCH2, Ph. Me, dine thy loctyl) could be obtained by a multistep 
process in which the displacement of N from (1-N2B10H9J- by amines vas the 
key step. Attempts at direct synthesis employing bulky tertiary amines 
were unsuccessful: no reaction occurred at 120* and at 150" 
[1-N2B10H9]- decomposed to [B20H18J2-. Pd{PPh3)2Cl2 used as a catalyst 
produced a favorable effect, but the (R1R2R3N-B10H9] - ions were present in 
too low concentration to be isolated from the reaction mixts. A more 

suitable 

route to monoanions carrying three bulky organic groups attached to the 

amino 

N consisted in preparing amino derivs. from the appropriate primary or 
secondary amines and reacting these intermediate products with alkyl 
halides in alkaline aqueous PrOH solution The displacement of N2 by 
nitriles 

produced ( 1-RCNB10H9] - monoanions (R - CH3, Ph2CH} vhich proved to be 
thermally stable, but were easily hydrolyzed to [1-RCONH2B1QH9} - 
monoani ons. 
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AB The synthesis and characterization of a series of phenothiazines for 
possible use in photochemotherapy is reported. Oxidative ami nation of 
lOH-phenothiazine using anilines and iodine in THF led to a series of 
3,7-bis(arylamino) -5-phenothiazinium salts. 4-Substituted primary 
anilines gave rise to a secondary amino functionality at positions 3- and 
7- of the phenothiazine chromophores. The relative ease of deprotonation 
of these compds. to the corresponding qui none iraines correlated veil with 
the electronic properties of the 4-substi tuent in the original aniline. 
In vitro singlet oxygen yields for these derivs. were much lower than for 
the standard photosensitizer, methylene blue. The use of N-methylaniline 

did 

not lead to increased photosensitizing efficacy. However, the 
phenothiazines resulting from the use of benzylamines in place of anilines 
were more akin to new methylene blue N. All of the derivs. exhibited much 
greater lipophi licities than methylene blue. 
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Me02C 




a02C R Me02C CI 



H Me0 2 C 



Reaction of (Me02CCH2) 2C0 with (C0C1)2 and MgC12 as catalyst yielded 
2,3-dioxo-2,3-dihydrofuran I, which is in equilibrium with tautomer II (R - 

I /I I - 1:2). Addition of S0C12 to a mixture of I and II (R - OH) afforded 
3-chloro-2(SH) -furanone II (R - CI) . The structure of II (R - CI) was 
unequivocally established by x-ray diffraction. Ring opening of II (R - 
CI) by nucleophilic attack with PhCH2NH2 at C(2) and subsequent 
recyclization led to racemic 3-chloro-5-hydroxy-2-oxo-2, 5-dihydropyrrole 
III. According to single-crystal x-ray anal., Ill aggregates via 
stereospecific self -select! on through H bonds to give chiroselectively the 
l-dimensional strands «1(<S)-III} and «1 [ (R) -1 1 1 } . 
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Reaction between (Me2N)3P, CC14, and RR1C:N0H {R - Rl - Ma, Ph; R - Ph, 
4-02NC6H4, Rl - Ma J gives RR1C:N0P+ (NMe2) 3 PF6-. These salts ara solid 
and atabla except if they are cosplataly dehydrated. Their 
solas., in non-polar solvents like CHC13, undergo Beckmann rearrangement 
at roon temperature The kinetics and mechanism have bean studied by NMR. 

cationic intermediates formed in the rearrangement were trapped with 
amines to give ami dines and a sugar hemiacetal to give a glycoside 
structure. 
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AB A compound, and method of making a compound, for use as a diagnostic or 
therapeutic pharmaceutical comprises at least one functionalized 
hydroxyalkyl phosphiae donor group and one or more sulfur or nitrogen 
donor and a metal combined with the ligand. Preparation and 

characterization 

of ligands and e.g. 99mTc complexes are described. The compds. are useful 
for therapeutic and diagnostic radiopharmaceuticals. 
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AB New enantiomerically pure 1,4-diols I (R - H, Ph) and 

1,4-aminoalcs. II {Rl - Me, Et, Me2CHCH2, PhCH2; R2 - Et, Me2CHCH2, Ph, 
PhCH2, 1-naphthyl or R1R2 - (S) -2- (methoxymethyl) -1-pyrrolidinyl, 
raorpholinyl] have efficiently been prepared in one and two steps, resp., 
from a com. available camphor derived exo fused lactone III. Using 
sterically hindered amines such as diisopropylamine, an aldol addition of 

two 

lactone mols. was observed and the stereochem. of the products was 
determined by 



X-ray crystallog. 
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B HONR1R2 {Rl, R2 - {un> subs ti tu ted alkyl, (un) subs ti tu ted aryl, 

(un) substituted aromatic hetero ring group], useful as developers for silver 
halide photog. materials and stabilizing agents for polymers (no 
data), are prepared by (a) preparation of mixts. containing HNR1R2 (Rl, R2 
same as 

above), dehydrating agents., and organic solvents and (b) addition of Re 
catalysts and H202 to the mixts. Bis (2-methoxyethyl) amine was mixed with 
Mg(S04)2 in AcOEt under ice-cooling, mixed with H202 and 
methyltrioxorheniura at 0-10" for 1.3 h to give a mixture containing 83* 
N,N-bis (2-methoxyethyl) hydroxyl amine, which was treated with oxalic acid 
in acetone under ice-cooling for 30 min to give 74.0* N,N-bis(2- 
me thoxye thy 1) hydroxyl amine oxalate. 
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Agents that can unvind duplexes and bind selectively to unfolded nucleic 
acids can be the basis of potential antiviral and anticancer drugs. These 
compds. could disrupt RNA secondary structures such as hairpin stem- loop 
conformations, which are important recognition sites for gene regulatory 
proteins that control viral replication. We describe here a nev vay to 
destabilize folded nucleic acid conformations by stabilising 
unduplexed parts of the polymer, or single-stranded (ss) forms, which lead 
to destabilization effects of hitherto unknown magnitude with concns. as 
low as 50pH. 
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The triazine derivative I [X - OH, halo, VR1R2 (Rl - benzyl; R2 - benzyl, 
Ph)], and an electrophotog . toner therewith are claimed. 
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AB Reaction of pre-forraed crystalline amides [ (PhCH2) 2NLi) and 

[Me2AlN(CH2Ph)2} in 

the presence of pyridine results in the mined metal complex 
[Me2Al{(PhCH2)ZN)2Li-pyr] 1. Ab initio MO ca lens, indicate 
formation of the bimetallic product is energetically favorable. The 
possible driving forces for the reaction are discussed using single 
crystal X-ray anal, for 1 and the pyridine solvate 
({ (PhCH2)2NLi-pyr)2] 7, in combination with theor. calcns. A major 
contributing factor in etabllization of the bimetallic compound 
was a reduction in steric crowding within the mixed metal base compared to 
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V 




the 



homometallic dialkylaluminium amide. In addition, complex 1 shows 
significant benzyl to lithium interactions which contribute to the overall 
bonding. Such interactions are unusual with donor solvent present as 
competing complexant. 
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Synthesis, characterization and a theoretical 
investigation of the formation of lithium 
di a Iky 1 aluminum amides 

Clegg, William; Liddle, Stephen T.i Henderson, Kenneth 
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AB Anti-B-amino ales. RCH (NR1R2 ) CH (OH) R3 (R - (E) -PhC(Br) :CH, 
(E)-PhCH:CH, 4-MeOC6H4, 2-thienyl, Bu, MeOCH2, 2-furyl, 

N-(tert-butoxycarbonyl)-2-pyrrolyl; Rl - Ph2CH, PhCH2; R2 - H, Me, PhCH2; 
R3 - HOCH2, HOCH(Me), HOCH(Ph), HOCH{CH2Bu)] are prepared in a single step 
with >99t de and in 39-88% yield from alkenyl or arylboronic acids 
RB(OH)2, amines R1R2NH, and a-hydroxyaldehydes R3CH(OH)CHO or 
4 -hydroxy- 5-a Iky 1-1, 3-dioxolanes. Enantiomerically pure 
a-hydroxyaldehydes such as (R) -glycer aldehyde provide 
anti-B-amino ales, in >99% ee and >99% de. E.g., nonracemic 
dioxolane I, (E) -PhCH:CKB (OH) 2, and HN(CH2Ph)2 react in EtOH at room 
temperature 

to give the enantiomeric pure amino ale. II in 8 8% yield. 
(R) -glyceraldehyde can be used as an a-hydroxyaldehyde to give 
access to novel amino acids by ruthenium oxidation of the amino diol 
product. 
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An intermol. pinacol coupling of the planar chiral tricarbonylchromium 

complexes of o-substituted benzaldehydes or benzaldimines vith 

a ana nun (I I ) di iodide in TH7 produces exclusively threo 1,2-diols or 

1,2-diamines in an optically pure form, vbile the corresponding 

raceme o-substituted benzaldehyde or benzaldimine chromium complexes give 

a mixture of threo and erythro pinacol coupling products in a various ratio 

depending upon the nature of o-substituent. Similarly, planar chiral 

2-substituted ferrocenecarboxaldehydes and (dienal)Fe (CO) 3 produce the 

corresponding 1,2-diols with high stereoselectivity. The generated 

transition metal-complexed ketyl radical intermediates are 

configu rationally stable vith restriction to a rotation about 

Co-Cipso bond. Thus, pinacol coupling of benzaldehyde chromium 

complexes vith SmI2 in THF gave chromium complexes I (Rl - H, He, OMe, 

OPri, NMe2, Br, R2 - Hi Rl - H, R2 - He, OHe, Br), which on demetalation 

vith 12 gave pinacols II. 
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AB A compound and method of making a compound for use as a diagnostic or 
therapeutic pharmaceutical comprises at least one functionalized 
hydroxyalkyl phosphine donor group and one or more S or N donor and a 
metal combined vith the ligand. Thus, the preparation and coordination 
chemical 

of bis(hydroxymethyl)phospbines containing thioether donor groups, e.g., 
(HOCH2)2P(CH2)2S(CH2)3S(CH2)2P(CH20H)2 and (H0CH2) 2P (CH2) 3S (CH2) 3S (CH2) 3P ( 
CH20H)2, and of N-donor analogs, vith technetium or rhenium, are 
presented. The in vivo stability and biodistribution studies of 
the complexes in rat demonstrate the use of these complexes as 
radiopharmaceuticals, as diagnostic and therapeutic agents. 
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The synthesis of five enzymically stable analogs of guanosine 
diphosphate (GDP) has been carried out. The pyrophosphate moiety was 
mimicked in turn by the malonate, the acetophosphonate, the 
phosphonoacetate-, the methylene-bis-phosphonate, and the imidodiphosphate 
groups. All the coapds. were prepared via the synthesis of a transient 
fully protected nucleoside diphosphate analog, and the final deprotection 
step vas achieved by catalytic hydrogenolysis. The blol. properties of 
the compds. have been evaluated toward transducin, the G-protein of the 
visual photoreceptor. Three guanosine imidodiphosphate derivs. bearing a 
linker at different positions on the sugar and on the base were then 
prepared and evaluated, giving some insight into the GDP binding site of 
transducin. 
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AB This document discloses a process for producing an aryl carbamate of a 
high purity in a high yield by reacting a diaryl carbonate vith 
an amine compound having one or more hydrogen atoms bonded to the N position 
in the presence of carboxylic acid(s) of the following general formulas 
R1C02H and/or R2C02H (wherein Rl represents an alkyl or cycloalkyl group 
having a carbon atom at the o-position, which is bonded to only one 
hydrogen atom, and R2 represents an alkyl group having a carbon atom at 
the a-position, which is not bonded to a hydrogen atom) . Thus, a 
mixture of di-Ph carbonate 0.01 mol, aniline 0.012 mol, and pivalic acid 
0.002 mol was heated at 75' for 4 h to give Ph N-phenylcarbamate 
(with 98.4% selectivity) in 93* yield. 
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AB A new pathway for n.c.a. 16F- labe 1 i ng of biogenic arylalkylaaines such aa 
[ 18P] f luoronorephedrine and [18FJ f luoroaetaraainoi (FMR) via nucleophilic 
aroaatic substitution was developed. To overcoae the problem of low 

specific 

activity, 18F-labeled arylallcylaniots vera synthesized by direct 
nucleophilic exchange with n.c.a. [18F] fluoride starting with a 
keto-activated aroaatic systea and consecutive chiral reduction of the 
keto-function. With regard to a stereoselective reduction of the CO group, 
several N-protected o-ani nop ropiophe nones were prepared as aodel 
coapds. to exaaine the influence of the protecting group on the radiochem. 
yield of a 18F-for-X substitution (X - F. CI. N02, NtM«3) . Good 
radiochem. yields could be achieved using N-di benzyl- or acetyl -protected 
coapds. The para-position of the leaving group provided higher radiochea. 
yields than the ortho-position in the case of the 18F-for-19F 
substitution. The less basic oxalate/cryptate systen does not increase 
the radiochea. yields. 18F-f luorination of the nitro coapound failed 
because the precursor was not stable, under labeling conditions. 
The best results of n.c.a. 18F-f luorination were obtained using the N+Me3 
leaving group in para-position (.apprx.50% radiochea. yield), however, a 
selective quaternization of the dimethylani line group was only possible 
when using the N, N~dibenzylated derivative The n.c.a. labeling of 
4-[18F)fluoronorephedrine and 4-{18F) f luoroaetaraainoi was finally 
performed via 18F-for-NMe3 substitution on 4-(2-N,N- 
dibenzylaainopropionyl) phenyl- l-N,N,N-trime thy I ammonium trif late and 
4- (2-N,N-dibenzylaminopropionyl) -2-benzyloxyphenyl-l-N,N,N- 
triaethylammonium triflate, resp. The precursor of 4- 

[18F}f luoroaetaruninol was synthesized in an 11 -step reaction sequence and 
characterized with IR and 1H-NHR. The foraation of the threo-isoaer of 
n.c.a. 4-{18F)f luoronorephedrine was achieved by reduction of n.c.a.' 
2-N,N-dibenzylaaino-l-(4-ll8F}fluorophenyl)propan-l-one using NaBH4 in 
MeOH. The radiochea. yield was . apprx.20* after debenzylation using 
HC02NH4 and Pd/C. The foraation of erythro-4- [18F] f luoronorephedrine and 
-4- [16F] f luoroaetaraainol was accoaplished with BH3.THF in the presence of 
2 -N , N-d i benzyl ami no-l-(4-{18F} f luo ro-phe ny 1 ) p ropan- 1 - one and 
2-N, N-d i benzyl ami no- 1- (4-ll8F}f luoro-3-benzyloxyphenyl) propan-l-one, resp. 
The ratio of erythro- to threo-isoaer was 4:1. The radiochem. yield of 
erythro-4- [ 18FJ f luoronorephedrine and erythro-4- [ 18FJ f luorometaraminol 
after deprotection was 15-20% with a specific activity of .apprx.74 
GBq/paol (2 d/pao!) . 
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N=i— Rl 




C02H 



AB Characterized is a process for preparation of the title coopds. (I; Rl, 
- H, 



R2 



alkyl, aryl, etc.) as intermediates for the synthesis of 

quinolone-carboxylic acid derivs. (lit X ■ halo, R4 - OMe, halo) which are 
useful as antibacterial agents. The process comprises reacting an 
aainoaethyl group on a pyrrolidine ring with an aldehyde or a ketone to 
temporarily protect the aainomethyl group in the form of a Schiffs base, 
conducting a condensation reaction with a skeleton, and removing the 
protective group. According to this process, intended compds. can be 
produced in a high purity and a high yield in a simple manner 
without producing any byproduct. Thus, (S) - (+) -3-aainomethyl-3- 
f luoromethylpyrrolidine (preparation given) was reacted with C6H5CHO to give 
1001 I (Rl - Ph, R2 - H), which was further reacted with 
quinolone-carboxylic acid derivative to give II (X - F, R4 - OMe). 
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ACCESSION NUMBER: 



A new type of cyclic amino-functionalized s-cis boroxyvinylcarbene complex 
of Group 6 metals was synthesized, e.g. I. These complexes underwent 
Diels-Alder-type reactions with 2-amino 1,3-dienes that proceeded with 
complete regioselectivity and high exo or endo diastereoselectivity, which 
is highly dependent on the nature of the substituents on the diene. When 
chiral 2-amino-S-alkoxy dienes derived from (S)-prolinol benzyl or Me 
ether were used, an exclusive exo and highly diastereofacially selective 
[4 + 2] cycloaddn. was achieved, affording spiro carbene complexes with 
three contiguous stereogenic centers and a high level of enantiomeric 
purity, e.g. II. • Removal of the Cr(CO)5 fragment and the BF2 
group provided an entry to «,<s-branched B-amino aldehydes 
or B-aaino acids. The stable form of an ami no- substituted 
hydroxycarbene complex of Cr was characterized by x-ray diffraction. 
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AS A two-step net hod for preparing tert-butyl sulfonamides froa primary and 
secondary amines is described. E.g., treating (PhCH2)2NH vith Me3CSOCl 
gave sulfinamide (PhCH2) 2NSOQle3, which vas oxidized by either o-CPBA or 
RuC13/NaI04 to give (PhOJ2) 2NS02CMe3 . The Bus derivs. are stabl* 
to strong bases and metalation conditions and are cleaved to the parent 
aaines by mild acidic solvolysis. Secondary sulfonamides can be 
selectively cleaved in the presence of primary ones. 
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AB Primary amines can be converted in high yield into N,N-dibenzyl 

formamidines under mild conditions. The N,N-dibenzyl formamidine group 
vas found to be effective as a protective group for primary amines as it 
is stable, to a variety of conditions and can be removed by 
catalytic bydrogenation. 

ACCESSION NUMBER: 1997:706262 CAPLUS 

DOCUMENT NUMBER: 128:13386 

TITLE: N,N-Dibenzyl formamidine as a new protective group for 

primary amines 

AUTHOR(S): Vincent, Stephanei Hons, Stephanei Lebeau, Luo 

Hioslcovski, Charles 

CORPORATE SOURCE: Laboratoire de Syn these Bioorganique associe au CNRS - 

Faculte de Pharmacia, Universite Louis Pasteur de 
Strasbourg, Illkirch, 67 401, Fr. 

SOURCE: Tetrahedron Letters (1997), 38(43). 7527-7530 

CODEN: TELEAYi ISSN: 0040-4039 

PUBLISHER: Elsevier 

DOCUMENT TYPE: Journal 

LANGUAGE: English 

REFERENCE COUNT: 15 THERE ARE 15 CITED REFERENCES AVAILABLE FOR THIS 

RECORD. ALL CITATIONS AVAILABLE IN THE RE FORMAT 



L12 ANSWER 112 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 

AB Dihydrogen reduction of nitroalkanes, aliphatic and aromatic nitriles and 
ketones to 

their corresponding saturated products vas successively achieved in DMF 
medium 

using polystyrene based acetato-bridged orthometalated Schiff base 
complexes of palladium (I I) as catalysts, at 80-130*C and 
6.0-14.04103 (kN m-2) of PH2. The acetato-bridged Schiff base 
complexes are the 'Catalyst precursors and the actual catalysts are the 
corresponding hydrogen activated orthometalated complexes with the acetate 
bridge replaced by H and DMF. The immobilization of the palladium(II) 
complexes in the polymer matrix slightly decreased their catalytic 
activities on the basis of metal content but improved the chemical and 
thermal stabilities and product selectivities relative to those 
of the corresponding homogeneous ones. The same specimen of the catalyst 
can be used repeatedly for the reduction of different substrates and stored 
for a long time without suffering any appreciable loss of activity. XPS 
data suggest the presence of palladium(II) in the fresh and used catalyst 
and kinetic studies indicate 1st order rate dependence on palladium(II ) 
content, second order on PH2, and independent of substrate concentration A 
plausible mechanistic route has been suggested on the basis of kinetic 
data and exptl. observations. 
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AB Coal-water slurry compns. with improved long-term storage 

stability and fluidity contain (A) water-soluble polymers, e.g., 
aliphatic diene-series (co)polymer sulfonates, (B) aromatic amine compds. 
selected from il of di phenyl amine, benzyl amine, and di benzyl amine, 
(C) coal, and (D) water as major component. 
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AE fftabiiixod carbon and nitrogen nucleophiles can bt efficiently 

allylated in a regioselective manner using allylic sulfoximines i 
palladiua(O) catalysis. 
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AB A new methodol. for solution-phase chemical library synthesis and purlfn 
. is described. This approach applies fundamental properties of 
complementary mol. reactivity and recognition (CMR/R) as the basis for a 
general purification strategy. Specifically, parallel solution-phase 
reactions are purified by resins containing nol . recognition or mol. 
reactivity functionalities complementary to those of solution-phase 
reactants, reagents, and byproducts, when used in sequential or 
simultaneous combinations, various CMR/R resins remove excess reactants, 
reagents, and byproducts from solution-phase reaction products, which are 
isolated in purified form by filtration. Where reactions 
involve the need to remove byproducts or reagents that do not inherently 
contain sequestrable functionality, sequestration can be effected by the 
design and use of tagged reactants or reagents containing artificially 
imparted mol. recognition functionality. An extension of this raethodol. 
utilizes CMR/R resins as the "quench phase" instead of a liquid-phase workup 
commonly used in other library purification strategies. Hence, the 
essential features of complementary mol. reactivity or mol. recognition 
required for reaction workup are expressed on resins. The CMR/R library 
purification strategy is general and highly amenable to automation. 
Examples are illustrated with amine acylations, the Moffatt oxidation, and 
the reaction of organoraetallics with carbonyl compds. 
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The title compds. were synthesized and tested for antibacterial activities 
in comparison with typical fluoroquinolones. An (S) -3-aminomethyl-3- 
fluoroaethyl derivative (Y-6B8) was confirmed to be optimal because of being 
most active especially against Gram-pos. bacteria, including 
f luoroquinolone-resistant strains. Y-68B showed high photostabi li ty. 
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AB The oxidation of organic substrates catalyzed by 'sandwich' type transition 
metal substituted polyoxometalates of the general formula, NaxM2Zn3W19068, 
(H - Ru, Mn, Zn, Pd, Pt, Co, Fe, Rh) was examined in three different 
reaction media. The manganese analog was dissolved in a 
1,2-dichloroethane phase using a lipophilic quaternary ammonium counter 
cation. Various organic substrates were oxidized with 30% aqueous H202. 

Alkenes 

reactivity increased as a function of the nucleophilicity of the double 
bond, but decreased as a function of steric crowding in the cyclohexene 
series. A Ike nol 3 with primary hydroxyl groups reacted chemo- and 
stereoselectively to form the corresponding epoxy ales. On the other 
hand, alkenols with secondary hydroxyl units did not react 
chemoselectivelyi both ketones and epoxy ales, were formed. Diols were 
oxidized in most cases to ketols, except for 1, 4-butanediol which yielded 
Y-bu tyro lactone. Secondary amines yielded hydroxyl amines except 
for pi peri dine which reacted with the solvent. A manganese containing 
catalyst supported on a functional! zed silica particle was as active and 
selective as the organic solvent containing biphasic system for the 
oxidation of 

alkenes and alkenols. Reactions were also carried out by dissolving 
NaxM2Zn3W19068 in aqueous solns. of 30* H202, 70% t-butylhydroperoxide or 



0.02 



M potassium persulfate in the absence of solvent. Hydrogen peroxide 
degraded all the TMSP compds. One degradation product was an effective and 
chemo- and stereoselective catalyst for the epoxidn. of primary alkenols. 
In ale. oxidation only the ruthenium precursor was active. For oxidns. with 
70% t-butylhydroperoxide all compds. were etable but only the 
NallRu2Zn3W19068 compound was active. Ales, were oxidized selectively, 
however, alkenols yielded a mixture of products. With persulfate, some 
catalytic effects were observed in double bond oxidation 
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AB Enantiomerically par* 1,2-diamines are prepared by intermol. 

pinacol coupling of planar chiral (benzaldioine)Cr (CO) 3 completes with 

SnI2. 
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AB The condensation of s-unsatd. aldehydes vith benzotriazole and 

secondary amines affords a-benzotriazolylalkenylaaines that exist in 
solution as miats. of the corresponding benzotriazol-l-yl and 
benzotriazol-2-yl isomers resulting from their rapid dissociation into 
iminium 

cations and the benzotriazolyl anion. The reduction of these adducts vith 
samarium di iodide (Sal 2) takes place with formation of the benzotriazolyl 
anion and <*-amino alkenyl radicals that undergo 5- or 6-exo-trig 
cyclizations leading to substituted cycloalkyl- or cycloheteroalkylaraines. 
The presence of an electron-withdrawing substituent in the alkene subunit 
is required for efficient cyclizations. The formation of 
cyclopentylamines takes place vith unusually high 1,5-cis selectivity 
(hex-5-enyl radical numbering) , and the presence of a 2- or 4 -He 
substituent also imparts high 1,2- or 1,4-trans stereoinduction, resp. 
The corresponding six-raembered rings, however, are formed vith low 
diastereoselectivity. Semi empirical calcns. performed on model systems 
suggest that a etablliilng secondary orbital interaction between 
the amino group and the electron-deficient alkene might in part account 
for the enhanced cis-selectivity encountered. 
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AB Phenylglycine (Phg) can be protected by treatment vith an aqueous suspension 
of benzothiazole-2-sulfonyl chloride (Bts-Cl, betsyl chloride) or 
5-methyl-l,3,4-thiadiazole-2-sulfonyl chloride (Ths-Cl, thisyl chloride) 
at pH 9.5-10.5 (NaOH-H20) to give Bts-Phg-OH and Ths-Phg-OH. Reaction 
with thionyl chloride affords the corresponding N-protected acid chlorides 
and rapid coupling vith representative amino acid esters is possible under 
two phase aqueous conditions. Minimal Phg racemization occurs in the 

coupling 

step with the hindered H2NCMe2C02Me (H-Aib-OMe) substrate (99.8% product 
ee) . The betsyl or thisyl groups can be removed reductive ly without 
measurable change (<0.15 de) in diastereomeric purity in the 
Phg-containing dipeptides using 501 H3P02 in THF/H20 at 50-65* or in 
DMF at room temperature, and also with Zn/HOAc-EtOH. Other reducing agents 

such 

as Na2S204 or NaHS03 could also be used for deprotection, but some 
epimerization of the Phg residue was detected. The 50* H3P02/DMF cleavage 
method vas used to deprotect Bts-Trp-Met-Asp-Phe-NH2 to the 
cholecystokinin C-terrainal tetrapeptide at rt. 
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AB A very simple self -assembling system, vhich produces inclusion complexes 
vith pseudorotaxane geometries, is described. The self-assembly of eight 
pseudorotaxanes vith a range of stoichiometries - 1:1, 1:2, 2:1, and 2:2 
(host: guest) - has been achieved. These pseudorotaxanes self-assemble 
from readily available components - vell-known crown ethers, such as 
dibenzo[24] crown-8 and bis-p-phenylene(34) crown-10, and secondary 
di a lkyl ammonium hexaf luorophosphate salts, such as (PhCH2) 2-NH2+PH6- and 
(Bu) ZNH2+PF6- - and have been characterized not only in the solid state, 
but also in solution and in the "gas phase". The pseudorotaxanes are 
stabillzttd largely by hydrogen-bonding interactions and, in some 
instances, by aryl-aryl interactions. 
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AB Id an attempt to dtvelop a method for the general preparation of 

1-alkenesulfenamides, some N,N-bis (triaetbylsilyl) -l-alkenesulf enaaides, 
a. 9. (E) -BuCH:CH5N (SiM«3) 2, vara coavartad to a lumber of nitrogen 
functionalized analogs through dasilylation and acylation procedures. 
Mono- and dibenzoylatad derive. (E) -BuCH:CHSNHCOPh and 

(E) -BuCH: CH5H (coph) 2 did not undergo transamination reactions with simple 
aaines. Transamination reactions could be achieved once 
N,N-bis (triaetbylsilyl) -l-alkenesulfenaaides were converted to 
thiophthalimides, e.g. <E) -BuCHiCHSR (R - phthaliraido) . The 
transamination products, e.g. <E) -BuCH:CHSNHCH2Ph, are unstable to 
chroaatog., but could be oxidized to l-alkenesulf onaaides using KCPBA. 
Some of the sulfanamides may be atabla to distillation 
3- (Alkenylthioimino)phthalides, isomers of thiophthalimides, also react 
with amines, but the process of ring opening accompanies transamination. 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 



AUTHOR (S) : 
CORPORATE SOURCE: 

SOURCE: 

PUBLISHER: 
DOCUMENT TYPE: 
LANGUAGE : 
OTHER SOURCE (S): 



1996:342099 CAPLUS 
125:57526 

Transamination Studies on N-(l- 

A Ike nylthiojphthali aides and Related Compounds. 

Synthesis of l-Alkenesulfenamides and 

1-Alkenesulfonaaides 

Refvik, Mitchell D.i Schvan, Adrian L. 
Guelph-tfaterloo Centre for Graduate work in Chemistry, 
University of Guelph, Guelph, ON, NIG 2W1, Can. 
Journal of Organic Chemistry (1996), 61(13),- 4232-4239 
CODEN: JOCEAHj ISSN: 0022-3263 
American Chemical Society 
Journal 
English 

CAS REACT 125:57526 



LI 2 ANSWER 123 OP 243 CAPLUS COPYRIGHT 2005 ACS on STN 
GI 




AB A method of making the calcimiaetic drug (R) -N- (1- (3-aethoxyphenyl) ethyl) - 
3- (2-chlorobenzene) propanaaine (I) involves reduction of amide or inine 
precursors II (X ■ CONH or CH:N] with an appropriate reducing agent. II 
is made from (R) -3-methoxy-«-methylbenzylamine ((R)-III). Also 
disclosed is a method of condensing a nitrile with a primary or secondary 
amine to form an inine. This method involves reduction of a nitrile with 
DIBAL, and then reaction of the resultant compound with a primary or 
secondary amine to form the inine. The process is especially useful for 
producing enantiomerically pure, chiral imines, and, ultimately, 
amines. Typical imines have formula IV [R, Rl, R2, R3 independently - H, 
(un) substituted alkyl, aryl, aralkyl] . For example, (±)-III was 
prepared, then resolved using (R) - (-) -aandelic acid to give enantiomerically 
pure (R)-III in 831 yield. Then, 2 -C1C6H4CH2CN was reduced with 
DIBAL in CH2C12, and treated with (R)-III at -78', to give II {X - 
CH:N), which was reduced in situ with NaBH4 and EtOH, to give I in 76% 
yield. 
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AB The content of wastewater resulting from the manufacture of rubber 

antioxidants 

and accelerators by a factory situated in the Ebro basin (Spain) has been 
determined using gas chroma tog. -mass spectrometry (GC-MS) and gas 
chromatog. -flame ionization detection (GC-FID) . The change in the 
pollutants was studied in the riverbed via two modules which continuously 
gathered pollutants on various solid supports (activated carbon and XAD-2 
resins) . These modules were located in Bocal Station, lying 100 km 
downstream from the factory and in the Zaragoza water supply. Forty-six 
different compds. were identified at Bocal Station, the majority resulting 
from the production of rubber additives. Due to the biol. stability 
of different waste substances and to the toxic nature of some, we studied 
their reactions when subjected to chemical oxidation using ozone. 
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XX. 



1C' 



. XT". 



The reactivities of (RS) -l-chloro-3-p-tolylsulf inyl acetone towards 
diazomethane and of the resulting diastereoisomeric 1-chloromethyl-l- 
sulf inylraethyl oxirane I towards 0-, N- and C-centered nucleophiles are 
investigated. The synthesis of differently functionalized homochiral 
chlorinated sulfur-free oxiranes (R)-II (R - CHO) , (S)-II <R - CH20H) and 
(R)-II (R - C02H) has been accomplished in good chemical yields. 
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The title compds. G1-NR1-CA1R2-G (I» G - G2CONR3CA2R4G3, NR3(CH2)qQ, Ql, 
02; GI - G4(CH2)nY, G4 (CH2) nCH( (CH2) pNRSR6) Y, Ql, Q2, NR10CKQ3; wherein J, 
K, L - N, NR9, O, S, CR10, with the provisos that only one of the groups 
J, K and L can be O or S, and at least one of the groups J or L must be N, 
NR9, O or S to form a fused 5-membered heterocyclic ring; the bond between 
J and K or K and L may also form one side of a Ph ring fused to the 
5-membered heterocyclic ring; Q - aryl; Q3, Al, A2 - H, (un) substituted 
alkyl or Ph; G3 - Ml. C02R11, CONR11R12, 5-tetrazolyl, CON(R13) 0R11, 
CONHS02R14, CH20R11; G4 - 1-, 2-, 4- or 5-imidazolyl optionally 
substituted, at any of the available position or positions on the ring, 
with halo, Cl-20 (un) substituted alkyl , alkoxy, aryl, aralkyl, OH, 
alkanoyl, alkanoyloxy, NH2, alkylamino, dialkylamino, alkanoylamino, 
thiol, alkylthio, alkylthiono, alkylsulf onyl, sulfonamide, N02, cyano, 
C02H, carbamoyl, N-hydroxycarbamoyl, N-alkylcarbamoyl, 

N,N-di alkyl carbamoyl, alkoxycarbonyl, (un) substituted Ph, or a combination 
of these groups; Y, Z - CH2, CO; Rl - R14 ■ H or Cl-20 alkyl; R7, RB R14 
may also be aryl or aralkyl; R3, R9, R12, R13 may also be aralkyl; m, n, p 
» 0, 1,2; q - 0, 1-4), which effect inhibition, of farnesyl transferase, 
an enzyme involved in Ras oncogene expression, (no data), are prepared Any 
of these compds. I is used for manufacturing a medicament for treating (1) 
conditions requiring inhibition of prenyl transferases, farnesyl protein 
transferase, or tumors or (2) diseases associated with signal transaction 
pathways operating through Ras, proteins that are pos t- trans la tionally 
modified by the enzyme farnesyl protein transferase, or proteins that are 
post-translationally modified by the enzyme geranylgeranyl protein 
transferase. Thus, L-methionine Me ester hydrochloride was sequentially 
coupled with (S) -3, 4-dihydro-2, 3 (H) -isoqui noli nedicarboxy lie acid 
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2-tert-Bu ester, Boc-Val-OH, and imidazole-4-acetic acid and sapon. of the 
resulting tripeptide Me ester with a soln. of Li OH in H20 and HPLC 
purlfn. to give the title compd. (II) as trif luoroacetate salt. 
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The reactions of trimethylgalliura and trimethylindium with a variety of 
secondary amines (HNMe2, HNEt2, HNPr2, HNPri2, HNBu2, HNBui2, HNBus2, 
HN(CH2Ph)2, HN(C-C6H11)2, HNC4H8, HNCSH10, HNC6H12 and HN (CH2CH2) 2NMe] , 
produce room- temperature stable liquid or solid adducts. These were 
characterized by 1H and 13C NMR, IR, mass spectrometry and elemental anal. 
Spectroscopic comparisons are made between these and the corresponding 
trime thy 1 aluminum derivs. 1H and 13C NMR data for all three series of 
adducts indicate a correlation between the chemical shifts of the Me groups 
on the metal and the relative steric requirements of the amines. The data 
show a general dovnfield movement of these chemical shifts with increasing 
steric bulk. 
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Synthesis and characterization of Me3Ga and Me3In 
adducts of secondary amines 

Schauer, S. J.; Watkins, C. L. ; Krannich, L. K. ; Gala, 
R. B. ; Gundy, E. M.; Lagrone, C. B. 
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AB A series of carbonaceous materials containing silicon and oxygen have been 
synthesized via pyrolysis of epoxy-si lane composites prepared from hardened 
mixta, of epcxy novo lac resin and epoxy- functional si lane. Chenical 

composi tion 

of the pyrolyzed materials has been determined to be Cl-y-2SizOy by a 
combination thermogravimatric anal.. Auger electron spectroscopy, carbon, 
hydrogen, and nitrogen analyses, and wet chemical analyses. Pyrolysis of 



the 



epoxy novolac resin gives pure, carbon made up predominantly of 

single graphene sheets having lateral dimension of about 20 X vhich 

are stacked like a "house of cards.". Pyrolysis of the pure 

epoxy- functional si lane gives CO. SOSiO. 19O0. 31 with a glassy structure. 

X-ray diffraction and electrochem. tests show that pyrolyzed materials 

prepared from mixts. initially containing less than SOt (by weight) silane 

mixts. of the carbon single- layer phase and the glassy phase, while those 
initially with greater than 501 silane show predominantly the glassy 
phase. The reversible specific capacity of these materials increases from 
about 500 mAh/g for the pure disordered carbon up to about 770 
mAh/g in the material which contains the most silicon and oxygen. 
However, the voltage profile develops hysteresis of about 1 V and the 
irreversible capacity associated with the first reaction with lithium 
increases as the silicon and oxygen contents are increased. Further work 
is needed to eliminate these drawbacks. 
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1H NMR, mass spectra, formation consts., and crystal log. of 1:1 complexes 
of dibenzo crown ether I with (PhCH2) 2N.HPF6 or Bu2N.HPF6 support mol. 
modeling calcns. of a structure in which the dialkylammonium ion is 
threaded through the center of I. 
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Oialkylammonium ion/crown ether complexes: the 
forerunners of a new family of interlocked molecules 
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AB Porous, preferably dimensional ly • table material for the removal 

of gaseous impurities (e.g. H2s, COS, CS2, and S02) from gas mixture into 
the pores having incorporated a secondary amine which chemical bonds with 

the 

constituents to be removed. The material comprises a hydrophobic polymer 
with pores having an average diameter 0.1-50 »*» and a secondary amine 
having 

hydrophobic properties which optionally is incorporated into a hydrophobic 
liquid Favorable results were attained using polypropylene as the 
hydrophobic polymer and ditridecyl amine as the secondary amine, with a 
tertiary amine, such as C12/C14-alkyl diethanol amine, being part of the 
hydrophobic liquid 
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Material for removal of gaseous impurities from gas 
mixture 
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AB Thermal behavior of the hexachlorozirconates of several alkanamines and 

aromatic mono-amines was examined using dynamic and 
quasi -isothermal- isobaric 

thermoanal. methods. Decomposition of the compds. upon an increase in 
temperature is 

accompanied by partial volatilization. The residue contains Zr02 and is 
sometimes contaminated with traces of carbonization products. It is 
believed that the primary process, which can be summarized with the 
equation (ApNH4-p) 2ZrC16(s)-t2aHCl (g) + 2(l-a) ACl(g) +2Ap-sNH3- 
p+s (g) +ZrC14 (cond) (where A denotes an alkyl or aryl substituent (p - l-4> 
a • 0 and s - 1 for quaternary, and a - 1 and s - 0 for other compds. 
studied)) is followed by instantaneous oxidation of zirconium tetrachloride 
remaining in the condensed phase (cond) . An insight into the thermodn. of 
the compds. became possible on employing the van't Hoff equation to the 
non-isothermal thermogravimetric curves. This enabled evaluation of the 
enthalpies of the thermal decomposition and consequently the enthalpies of 
formation and the crystal lattice energies of the salts. The latter 
quantity was further examined using the Xapustinskii-Yatsimirskii method. 
Geometries, energies and other physicochera. properties of simple aliphatic 
and aromatic amines and their protonated forms were determined by AMI and 

PM3 

methods in order to reveal which of these correlate with the proton 
affinity of amines and the thermal behavior and thermochem. 
characteristics of hexachlorozirconates. In addition, the influence of 
dimensions of ions on the thermodn. stability of 

hexahalogenozirconates, with respect to dissociation and oxidation 
processes, was 



studied. 
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AB The magnitude of the y-effects on 13C chemical shifts was studied as 

function of the N- substitution (Ma. Et, Bu, CH2C6H5, CH2CH2C6HS, Pri. Bui, 
Bus, c-CSHll. CH(CH3)C6H5, But, or Pb) for several benzylamines, 
o-aoinomethylphenols, and 3, 4 -di hyd ro- 2H- 1 , 3-benzosazines. A correlation 
between the 6c- values and the steric substituent consts. (E's) of 
the N-substituents proved useful in characterizing the variation of the 
Y-effects along with the conformational factors. The 
diastereospecificity of the y-effects is discussed for 
purposes of configu rational assignments. 
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AB (UC]-Me chloroformate, a novel (11C) -acylating agent, was generated in 

situ from (11C) -methanol and phosgene. To explore the utility of (llC)-Me 
chloroformate, this agent was reacted with several amines to yield their 
corresponding (11CJ -labeled Me carbamates. The average synthesis (including 
purification and formulation) required approx. 23 min from end of 
bombardment. The average specific activity was calculated to be approx. 607 
raCl/pmole at end of synthesis with an average radiochem. yield of 61. decay 
corrected to starting (11CJ -methanol. Preliminary results reveal that 
[11C] -methylchloroformate is a useful general reagent for the preparation of 
[llC} -Me carbamates of both primary and secondary amines. 
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AB The invention provides cathepsin L inhibitors containing compds. 

R4-(NHCHR3CO)n-(NHCHR2CO)m-NHCHRl-X (I; Rl - H, (un) substituted arylalkyl, 
heterocyclic-alkyl, or lower alkyli R2, R3 - (independently) H, 
(un) substituted hydrocarbyl; R4 - (un) substituted alkanoyl, sulfonyl, 
carbonyloxy, carbamoyl or thiocarbamoyli X ■ CHO or CH20B; B ■ H or 
OH-protecting group; m, n ■ (independently) 0 or 1> provided that R4 - 
arylalkanoyl, C>9 arylsulfonyl or lower alkylsulfonyl, or (un) substituted 
carbamoyl or tbiocarbaooyl, when Rl - unsubstituted lower alkyl, 
arylalkyl, or methylthioethyl, R2 and R3 - (independently) lower alkyl or 
arylalkyl, X - CHO, ra - 1, and n ■ 0 or 1] and their salts. I are useful 
as prophylactic/ therapeutic agents for osteoporosis. For example, 
N-benzyloxycarbonyl-L-isoleucyl-L-tryptophanol (preparation given) was 
deprotected by hydrogenolysis and coupled with 1- naphthalene sulfonyl 
chloride in DMF containing DMAP to give 82% title ale. 
N- (1-naphthylsulf onyl) - 

L-isoleucyl-L-tryptophanol (II). Oxidation of II by pyridine -S03 complex in 
DMSO gave the corresponding L-tryptophanal derivative (III), a specifically 
claimed compound Human recombinant cathepsin L (preparation and purlfn 
. given) was inhibited by III with IC50 1.9 + 10-9M. Ill at 10 
Mg/mL also gave 491 inhibition of rat bone resorption in vitro (method 
of Raisz). Approx. 200 I are listed with characterizing data. 
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KB Chiral, raceaic 2-aiylalkyl-2- (tetrazol-5-yl) -N-arylalkylcarboxaaides vara 
conveniently prepared froa Et cyanoacetate in four steps. The synthetic 
nethodol. developed is a facile vay of introducing bulky substituents into 
a peptide- like fraaevork, affording intermediate a-arylalkyl-a- 
aaidonitriles. These nitriles were sufficiently activated to give, upon 
treataent with aaaoniua azide in DMF at 145* for twenty-four to 
thirty hours, the corresponding tetrazoles in qood yields. It has been 
determined that an optically pure a-arylalkyl-a- 

aaidonitrile epiaerized to give diastereoaeric products under the above 
conditions. A procedure for the fractional crystallization of the 
(S)-(-)-«-aethylbenzylaaine salts of the tetrazoles to give the 
optically enriched tetrazoles was also developed. 
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AB Dibenzylaaido anions ( (PhCH2) 2N-) can be transforaed into 
l,3-diphenyl-2-azaallyl anions ( (PhC(H) — NCPh)-) by the 
assistance of PMDETA- ( (Me2NCH2CH2) 2NMe) complexed Lit, Na+, or Kt 
cations. The heavier alkali-aetal cations give only the trans, trans 
conformation of the azaallyl anion, in contrast to the lighter Li+ cation, 
which yields two crystalline conforaers, the trans, trans and an unknown 
species. Ab initio HO geometry optiaizations on aodel Li and Na complexes 
intiaate that it is the relative tightness of the contact ion pair 
structures which dictates this distinction with Li+ having more influence 
on the conformation and stability of the anion than Na+, which 
forms a much looser contact ion pair more akin to the free anion. On the 
basis of kinetic 1H NMR studies, combined with x-ray crystal log. data, the 
aaido -» azaallyl conversion can be explained in terms of a two-step 
process involving B-elimi nation of a metal hydride followed by 
hydride metalation of the produced imine PhCH2N:C(H)Ph. This process 
appears to be initiated by deaggregation of the metal lodibenzylamine to an 
intermediate monetae ric structure, accomplished by solvation. The nature 
and degree of solvation required depend on the particular M+ cation 
involved. Three new crystal structures are revealed in the course of this 
study. All are based on faailiar four-aembered (N-M)2 rings, but whereas 
the sodiua complex (( (PhCH2)2NNa-TMEDA)2) and the lithiua complex 
({(PhCH2)2NLi-THF)2J are both discrete dimers, unique 
((((PhCH2)2NLi]2- (dioxane) )«] , isolated as its toluene 

hemi solvate, is a polymer composed of linked dime ric units and so is the 
first dibenzylamido alkali -metal species to have an infinitely extended 
structure. 
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AB (S)-Me2CHCH(0H)CH2NH2 (I) was prepared from D-valine (II) in a multistep 
synthesis. Thus, known conversion of II to (S) -1, 2-epoxy-3-methylbutane 
was followed by ring opening with (PhCH2)2NLi at -78* to give 
(S)-Me2CHCH(0H)CH2N(CH2Ph)2 which was hydrogenolized to I. The 
enantiomeric purity of I (97.2 i 0.2% ee) is determined by GC of 
the oxazolidin-2-one derivative on both L- and D-Chirasil-Val. The 

procedure 

provides a useful route to both enantiomers of l-amino-2-alkanols starting 
from L- and D- ami no acids, resp. 
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New optically pur* poly-halo and poly-fluoro oxiranes I 

(2S,RS-isomers) [RF - CH2F, CF2H, CF2C1, CF3, CF2CF3, (CF2)6CF3) and the 
2R,RS isomers were synthesized by addition of diazoae thane on the 
corresponding p-keto-y-f luoro substituted sulfoxide 
intermediates, which are in keto, hydrate, or koto/hydrate forms. 
Syntheses of sulfur-free fluorinated oxiranes II, (S)- 
HOCMe(CF3)CH2N(CH2Ph)2, acids (R) -H02CC (OH) (CF3) CH2R1 {Rl - (PhCH2) 2N, 
PhCH20], and diols (R) -HOCH2C(QH) (CF2X) CH2N (CH2Ph) 2 (X - F, Cl) are 
examples of the chemical versatility of the oxiranes. 
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New fluorinated chiral synthons 

Bravo, Pierf rancesco; Farina, Alessandra; Frigerio, 
Massimo; Meille, Stefano Valdo; Viani, Fiorenza; 
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Dipartimento di China ca, Politecnico di Milano, Milan, 
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AB The thermal decoi^>osition of zinc dibenryldi thiocarbaaate (ZoDBzOTC) , a 
compound 

used in the formulation of rubber and a possible precursor for 
N-nitrosodibenzylamine (NDBzA) , was studied by a variety of thermal and 
spectroscopic techniques. At 326*C, the decomposition temperature of the 
dithiocarbamate, carbon disulfide and dibenzylamine were the principal 
products formed. Smaller amts. of toluene, benzyl isothiocyanate, 
N,N,N'-tribenzyl thiourea, and benzylbenzylidene vere identified. The amount 
of dibenzylaoine (DBzA) formed by the thermal decomposition of ZnDBzDTC may 
have a limited role in the formation of NDBzA in hams processed in elastic 
rubber nettings. The thermal conditions used in the smokehouse are 
significantly lower than the decomposition temperature of purified 
ZnDBzDTC. 

1994:654180 CAPLUS 
121:254180 

Thermal decomposition of the rubber vulcanization 
agent, zinc dibenzyldithiocarbamate, and its potential 
role in nitrosamine formation in hams processed in 
elastic nettings 

Helraick, John S.» Fiddler, Walter 

Eastern Regional Research Center, U.S. Department of 
Agriculture, Philadelphia, PA, 19118, USA 
Journal of Agricultural and Food Chemistry (1994) , 
42(11), 2541-4 

CODEN: JAFCAUj ISSN: 0021-6561 
Journal 
English 
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AB The com. epoxidized and with butanol esterified soybean and sunflower oil 
was by means, of epoxy group chemical modified with low-mol. compds. having 
an amine hydrogen. Epoxidized butanol esters of soybean and sunflower oil 
mixts. were reacted with amines. The conditions of the reactions, their 
catalysis, and their rate consts. were determined Useful nonvolatile 

additives 

for polymers were prepared by reactions with certain functionalized amines. 

The mol. weight of the additives could be increased by converting them to Ca 

salts. The modified oil is thermally more ■table, than the 

original oil. 
ACCESSION NUMBER: 1994:324870 CAPLUS 
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TITLE: Modified soybean oil as a nonvolatile additive for 

polymers I. Amioes bonded on oil 
AUTHOR(S): Citovicky, P.i Sedlar, J. i Chrastova, V. i Ondas, M. 

CORPORATE SOURCE: Fac. Chera. Technol., Slovak Tech. Univ., Bratislava, 

SK-612 37, Slovakia 
SOURCE: Chemical Papers (1993), 47(5), 325-30 
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AB In the title separation method, octahydrophenazine -containing caprolactam 
is mixed 

with one or more amines selected from secondary amines having b.ps. 280 - 
350* and primary amines having ether bonds and is then distilled Said 
primary amines have b.ps. 230 -350*. 
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AB R1R2NCH2CH:CHCH2NR3R4 (Ij Rl-3 - C8-30 alkyl, Cl-20 substituted with C5-12 
cycloalkyl; Rl-4 C5-12 cycloaalkyl, c3-20 alkenyl), useful as effective 
antioxidant protectant for lubricants and/or synthetic polymers, are 
prepared Ph2NH and AcOCH2CH:CHCH20Ac in THF was treated with (Ph3P)4Pd to 
give l-acetoxy-4-benzylamino-2-butene which with di eye lohexylmethyl amine 
in THF was treated with (Ph3P) 4Pd to give I (Rl - R2 - cyclohexylmethyl, 
R3 - R4 - PhCH2) . Similarly prepared was I (Rl - R2 - Ph, R3 - R4 - PhCH2) 
(II). In a process stabilization of dynamically Geolast II, 
showed 77% retention of elongation after 7 days at 135*. 
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RlNH 



The title compete. I (Rl - acyl; X - CH2NR2R3 1 R2, R3 - primary alkyl, 
alkenyl, or aralkyl* R2R3 may form ring) or their salts are prepared by 
reaction of I (X - H) with R2R3NK (R2, R3 - sane as I). A mixture of 3.5 g 
I (Rl - n-octanoyl, X - H) and 9.5 g dibenzylamine in H20-AcOH vas treated 
with formalin at 60* for 14 h and treated with HCl-MeOH at 
60* for l.S h to give 3.95 g I [Rl - n-octanoyl, X - CK2N (CH2Ph) 2] 
(II). II was converted into I [Rl - H, X - <3S, 4R, SS) -4, 5- 
dihydroxycyclopent-l-en-3-ylaminofflethyl) , which had IC50 of 22 M-g/mL in 
vitro against mouse tumor cells. 
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Blends of N,N,N* ,N* -tetrasubstituted 1, 4 -diamine- 2-butene (alkyl, 
cycloalkyl, aralkyl, aryl or mixture as substituents) and mercaptoimidazole 
I [E - H, alkyl, cycloalkyl, aryl or phenylalkyl) are claimed. A 50:50 
blend of N,N,N* ,N* -tetradecyl- 2-butene- 1, 4 -diamine and 
2-mercaptotolyliaidazole was added at 2% in crosslinked 
polypropylene /nit rile rubber to give a product vulcanizate having 
elongation 81% (retention after 7 days at 135*). 
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< co > 4 BF4 



NR 2 II 



The nucleophilic addition of nitrogen nucleophiles, R2NH (e.g., R - PhCH2), 
to the highly enantiomerically enriched iron complex I (ee i 9S%) 
leads, after oxidative removal of the Fe(CO)4 group, to 4-amino-enoates 
(S)-II of high enantiomeric purity (ee - 95-98%). The reaction 
is highly regio- and stereoselective and proceeds in good yields without 
isomerization of the double bond. 
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AB The compds., tetrasubstituted with alkyl, aralkyl, or aryl groups, are 
useful as antioxidants or heat etabilixexe for synthetic 
polymers or lubricants. N,N,N' ,N* - tetradecyl- 2-butene- 1, 4 -diamine was 
prepared and used' as a stabillxer for Geolast (a crosslinked 
polypropylene-nit rile rubber resin). 
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AB The reactions of (Me3Al)2 vitb 11 aainoarsines, Me2AsR (R - EC2N, Pr2N. 
(Me2CH)2N, Bu2N, (Me2CHCH2) 2N, C4H8H, C SHI ON, C6H12N, CH3NC4HSN, PhZH, 
(PhCH2)2N) were studied by eulti nuclear NHR spectroscopy. The results are 
conpared with those of the authors' previous studies on the 
He3Al/Ke2AsNMe2 systea. In each case, except Me2AsNFh2, the final 
reaction products are [Me2AlR]2 and Me3As. The reaction interaediates 
were identified and, in most cases, the As-N-Al adducts and 
Me2AlR* AlMe3 are observed With Me2AsNPb2 the product is 
Me3As-Me2AlNPh2. The influence of steric and electronic effects on 
arsenic vs. nitrogen bonding site preference, adduct atability, 
complexity of overall reaction and ease of forming Ke3As and [Ke2AlR]2 are 
discussed. [Me2AlR]2, Me2AlR» AlMe3 and He3Al*HR vere 

independently synthesized and characterized. A comparison of the 13C NMR 
chemical shift values for Me2AsR and Me2AsR- AlMe3 provides information 
on steric interactions that influence adduct stability. 
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00 



Reaction of vinyl boronic acids with the adducts of secondary amines and 
paraformaldehyde gives tertiary allylamines with the same geometry. This 
simple and practical method was used for the synthesis of geometrically 
pur* naftifine (I), a potent antifungal agent. Thus, condensation 
of (CH20)n with 1- (N-me thy 1 ami noma thy 1) naphthalene afforded a 
hydroxyrae thy lamina derivative which was reacted with (B)-PhCH:CHB(0H)2 to 
afford I in 821 yield. 
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The boronic acid Mannich reaction: a new method for 
the synthesis of geometrically pure 
allylamines 
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RCH2CH:CHCH2R [Ii R » piperidino group Q; 1 R may be bis (substituted Cl-30 
alkyl) amino; Al, A2 - (substituted) arylr L2 - H, OH, alkoxy, alkanoyloxy, 
etc. and L2 - H> L2, L3 - OH, alkoxy, alkylamino, etc.J L2L3 - 0> R1-R4 - 
H, (substituted) Cl-30 alkyl], useful as antioxidants for synthetic 
polymers and rubbers (no data), were prepared Thus, 
condensed with 2, 6-diphenylpiperidine to give I (R - 2,6- 
diphenylpiperidino) . 
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The scope and limitations of the intramol. 1,3-dipolar cycloaddn. of 
doubly- a tabilized azomethine ylides to unactivated olefinic, 
acetylenic, and aromatic dipolarophiles was studied. The azomethine ylides 
studied were generated by flash vacuum pyrolysis of their corresponding 
aziridines and vere found to add stereospecifically in good to excellent 
yields to a variety of unactivated dipolarophiles. Generation of the 
diazabi cyclo[3. 3.0] octane (e.g., I), diazabicyclo[4 .3.0) nonane (e.g., II), 
and diazabicyclo(5.3.0)decane (e.g., Ill) ring systems are possible using 
this technol. In addition, the first examples of cycloaddn. of a 
stabilized azomethine ylide to benzene dipolarophiles are 
reported. Cycloaddns. of this type generate highly functionalized 
tricyclic systems with complete relative stereocontrol at the newly formed 
s te re oce nters. Cycloadducts IV and V are in equilibrium, presumably by way 

the intermediate azomethine ylide, under conditions of flash vacuum 
pyrolysis. 
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Intramolecular 1,3-dipolar cycloaddition of 
stabilized azomethine ylides to unactivated 
dipolarophiles 
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AB A polymer composition (e.g., a polyolefin or synthetic elastomer) is 
stabilised against heat and 0 vitb 1 of the title compds. 
Antioxidant effectiveness of 0.5 vtt te t raphe nyl-2-butyne-l, 4 -diamine (I) 
in 10W30 engine oil by ASTM Method D4742 gave oxidation induction tine 237 
min. vs. 113 tain, for a control containing no I. 
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SOCH2-7C-CH2F 



7T 



Optically pure (2S,Rs) -2- (f luoronathyl) -2- ( (4- 

methylphenylsulfinyl) methyl )oxirane (I) vas obtained in good yield in high 
diastereomeric excess by reacting diazomethane with optically pur* 
1-f luoro-3- (4-nethylphenylsulf inyl) "2-propanone. Regio- and 
stereoselective openings of the oxirane ring of I with selected 
nucleophiles afforded a number of useful derivs. 
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AB Treatment of carbamate (PhCH2) 2NCH2CH20Cby (Cby - 1, 3-oxazolidin-3- 
ylcarbonyl) with sec-BuLi and (-) -sparteine in Et20 at -78', 
followed by reaction with C02-CH2N2 and reduction with LiAlH4 gave 
(R)-(PhCH2)2NCH2CH2CH(0H)CH20H. Mel, Me3SiCl, Bu3SnCl, and Me2CHCHO were 
also used as electrophiles. (S) -N,N-Dibenzylleucinol or 
(S)-N,N-dibenzylprolinol carbamates were reacted similarly. 
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AB Reduction of Et benzoate by the title aluminate and by related compds. was 
investigated. Replacement of the piperidino group by bulky or less 
nucleophilic amino groups decreased the yield of PhCHO drastically. The 
mechanism involves formation of two unstable intermediates by the attack 
of hydride or piperidino groups on the sp2 C of the ester, followed by 
their conversion into a more et*ble intermediate, an 
a-piperidino alkoxoaluminate. 
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The title polymers have repeating unit I (2 • 1,3- or 1,4-phenylene) and 
good theraal stability, and are useful as dielecs. in elec. apparatus 
I (Z - 1, 4-phenylene) had glass temperature 300*, theraal decomposition 
threshold (in air) 4 50*. and dielec. constant 2.B. 
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Strong bases added to the mobile phase dramatically improve the peak 
shapes of phenylenedi aaines and benzylamines. Acidic ion-pairing 
additives do not improve peak shapes, suggesting peak improvement involves 
ion suppression. The solutes produce very poor peak shapes or do not 
elute using pure or methanol -nodi f ied supercrit. fluids from 
either standard or deactivated columns. Decreasing the stationary phase 
polarity and improving deactivation are ineffective alone in improving 
peak shapes. 
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AB The monooxygenase and oxidase activities of liver microsomes from 

phenobarbital (PB) -treated rabbits were investigated for their dependence 
on the high spin shift (Aa) of the ferric cytochrome P 450 
induced by a series of benzphetamine analogs. The spin shift activity of 
the substrate dets., via the 1st electron transfer kinetics, the 
steady-state level of the reaction intermediate oxycytochrome P 450. 
Correlation of the amount or oxycytochrome P 450 with Aa can be 
exptl. proved. The spin-state-dependent formation of oxycytochrome P 450 
regulates quant, the rates of NADPH oxidation and substrate N-deraethylation. 
Both activities correlate with Aa. Oxycytochrome P 450 is 
substrate-atabillzed toward decay with the formation of 02- 
which, upon dismutation, gives rise to H202. The ratio of N-demethylase 
to NADPH oxidase activity (coupling ratio) also increases with the spin 
shift, Aa. Concomitantly, the proportion of NADPH accounted 
for by H202 and H20 formation via 2- and 4-electron reduction of 02 
decreases. 

This indicates that the substrate -induced structural changes in the enzyme 
active center which give rise to spin transition may likewise modify the 
coupling properties. Perf luorinated compds., which fail to undergo 
monooxygenation, fall in line with the benzphetamine derivs. with respect 
to the dependence of NADPH oxidation rate and steady-state oxycytochrome P 
4 50 level on Aa. The increased oxidase activity results 
mostly in H20 formation. The leakiness of the PB- induced monooxygenase 
pathway in the biotransformation of 02 in the presence of the 
benzphetamines and perf luorinated compds. does not result in marked 
increases in H202 formation. Therefore, the increase of NADPH oxidase 
activity by these substrates does not significantly enhance H202 -media ted 
02 tissue toxicity. 
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AB The reaction between Pd(dmpe)Me2, (dmpe - 1,2- 

bi s (dime thy lphosphi no) ethane) and [HNRR'R' ' ]X ( [NH4JPF6, (NH4JBPh4, 
(NH3Et)BPh4, (NH2Et2)BF4, (NH2Et2] BPh4, [NHSt3)BP4, (NH2-i-Pr2)BPh4, and 
(l-methylimidazoliura]BPh4) in CH2C12 or CH3CN rapidly produces CH4 and the 
corresponding amine complexes [Pd(dmpe)Me(NRR*R' ' ) ]X in 57-87% yield. 
Cone angles for these and other amines were determined from geometric 
measurements of CPK models. Equilibrium binding consts. for 16 amine 

Uganda 

to the Pd(dmpe)Me+ Lewis acid were measured by variable-temperature 31P NMR 
spectroscopy. Of the various amine ligands studied, 1-methylimidazole and 
ethylamine bind most effectively. This parallels the role of histidine 
and lysine for binding metals in metalloproteins. 
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AB Pes- -working polyamic acid photoresist compns. are described having 

improved high resolution upon iaage development and exhibiting stable, 
photosensitivity and superior dielec. performance. The conpna. are 
comprised of the condensation product of an aromatic di anhydride and an 

aromatic 

diprimary amine containing 10-50 mol.l of the primary diamine I (Z - O, S02, 
allcylene, fluoroalkylene, or biphenylylene) and a diazoquinone photoactive 
sensitizer. The composition can be prebaked at 2120' prior to 
development without degradation of its photosensitivity and development. 
Thus, a solution containing a 3, 3" , 4, 4' -benzophenonetetracarboxylic acid 
dianhydride-4-aminophenyl sulfone-4- (4 -ami nophenoxy) phenyl sulfone 
copolymer and a diazoquinone photosensitizer was overcoated on a treated 
Si wafer, baked, exposed through a photomask to a Hg lamp, and developed 
with Shipley MF-312 to resolve 5 Ma lines and spaces. 
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ESR study of photolysis of 2, 1, 3-benzoxadiazole 1-oxide (I) in the 
presence of R1R2NH (Rl - Ph, PhCH2, Et, Me2CH> R2 - Ph, Me, PhCH2 Me2CH, 
Et) showed that R1R2N0- radicals were the stable products, 
through an oxygen- transfer exciplex and N-H bond cleavage. 
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AB An extensive series of N- (raonoethylphosphoryl) peptides was synthesized 
and their inhibition of purified human skin fibroblast 

collagenase examined At the cleavage site SI, all reported compds. have the 
(EtO) (0K)P{0) group and the peptide side chain extended toward the 
C-terminal end (up to P5') of the substrate sequence. These 
phorphor ami dates with a tetrahedrally hybridized P atom are thought to.be 
transition state analog inhibitors. They exhibited fair inhibitory 
potency against this vertebrate collagenase. The most potent of these, 
(EtO) (OK) P (0) -Ile-Trp-NHMe, is nearly 100 times stronger than 
(EtO) (OK) P (0) -I le-Ala-Gly-OK (I), which has the sequence matching that of 
the «1(I) chain of collagen in PI*, P2', P3' after the cleavage 
site. Several compds. were prepared in an attempt to identify the nature of 
the 52', S3', and S4' binding sites. Alanine at the P2' position was 
replaced by leucine, phenylalanine, tryptophan, or tyrosine derivs., 
resulting in Ki values in a significantly lower range compared to I . No 
upper size limitation or specificity has been found at this position, yet 
similar replacements at the P3* position, which is occupied naturally by a 
glycine residue, gave weaker inhibitors. 
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AB Optically pure. 3-hydroxyalkanoic acids (I) are prepared by 

converting I (of 60-85% optical purity) to dibenzylamine salts 
(II) and recrystg. II. Treatment of (R) -3-hydroxybutanoic acid {prepared 
from Me (R) -3-hydroxybutanoate (III) of 831 optical purity] with 
(PhCH2)2NH gave a salt, which was recrystd. from MeCN to give optically 
pure crystals, which were then converted to optically pure 
III. 

ACCESSION NUMBER: 1990:35296 CAPLUS 

DOCUMENT NUMBER: 112:35296 

TITLE: Preparation of optically pure 

3-hydroxyalkanoic acids as intermediates for drugs and 
agrochemicals 

INVENTOR(S): Kikukawa, Tadashi* Iizuka, Yoshitomii Tai, Akira 

PATENT ASSIGNEE (S): Muraki Buhin Co., Ltd., Japan 

SOURCE: Jpn. Kokai Tokkyo Koho, 5 pp. 

CODEN: JKXXAF 
DOCUMENT TYPE: Patent 
LANGUAGE: Japanese 
FAMILY ACC. NUM. COUNT: 1 
PATENT INFORMATION: 



PATENT NO. 



JP 01175956 
PRIORITY APPLN. INFO. : 



KIND DATE 
A2 19890712 



APPLICATION NO. 



DATE 



JP 19B8-34 
JP 1988-34 



19880104 
19880104 



Page 63 



L12 ANSWER 163 OF 213 CAPLUS COPYRIGHT 2005 ACS on STN 
GI 



Q 



L 2 Z 



CH2CH2CH2CH-CH2 



SiH«3 

^' -Ph I Me 3 Si 



Vs 



AB A general method for the preparation of zirconocene complexes of imines has 
been developed. Thus, treatment of PhCH2KH2 with BuLi in Et20 followed by 
Me3SiCl and more BuU, and reaction of this solution mixture with Cp22rMeCl 

(Cp 

- i,5-CSHS) in THF afforded S3! (trimethylsilyl)benzaldimine complex I 
(L - Cp) . The x-ray crystal structure of I shows that these complexes 
should be viewed as metallaaziridenes due to significant x-donation 
from the zirconium center to the ** orbitals of the coordinated imine. 
These complexes undergo a number of cherao-, regio-, and diastereoselective 
coupling reactions with unsatd. organic compds. to cleanly form 
metal lacyclic 

compds., e.g., diazazirconacyclopentene II derived from I (L - Cp) and 
CH2:CHCH2CH2CH2CM. In situ generation of the complexes followed by 
coupling with alkynes and hydrolysis affords a general route to 
geometrically pure, allylic amines. 
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AB MBF4 (M - NH4, alkali metal) were prepared by the cation exchange reaction 
of PyH(BF4] (py - pyridine) with MQH or MX (X - halide). The reaction of 
pyH[BF4J with R3-xNHx (R - alkyl) at room temperature gives rise to 
R3-xNHl+x[BF4] . The yields are good and the samples are of high 
purity. The products were characterized by elemental anal., IR 
and 1H NMR spectroscopy. The spectral data for most of the compds. are 
reported for the 1st time. 
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AB In the absence of 0, the room-temperature photocatalytic conversion of 
pure primary amines R-NH2 (R-NH2 (R - n-Pr, n-Bu n-pentyl, benzyl) 
over Pt/Ti02 samples selectively formed syra. N-alkylidene amines. 
Similarly to other reactions involving H, an optimum Pt content was found. 
The reaction rate r was proportional to the radiant flux * only at 
relatively low <s>, which indicated that the conversion was 
raonophotonio at greater o, the proportionality of r to 01/2 
showed that the recombination of the photoproduced charges prevailed. 
Under these latter conditions, a quantum yield of .apprx. 0.015 was 

calculated 

(static reactor). In aqueous solns., the same amines led to syra. secondary 
amines for sufficiently high Pt contents, whereas 1, 4-diaminobutane 
produced pyrrolidine. The variation in the initial rate with the starting 
concentration was of the Langmuir type with relatively small adsorption 
consts. 

for the amines. For aliphatic amines, r decreased with increasing number 

of C 

atoms in the presence or absence of H20. The mechanism is briefly 
discussed. 
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AB A simple method is reported for predicting the retention index (RI) of a 

chemical compound from the number of carbon and carbon equivalent atoms in 
the raol., 

the RI increment for atom addition and the group retention factors (GRFs) 

for 

substituents and functional groups. Atoms other than carbon such as 
oxygen, nitrogen, sulfur, chlorine, bromine and iodine are assigned carbon 
atom equivalency of approx. 1, 1, 2, 2, 3 and 4, resp. and are counted for 
their contribution towards RI prediction. The GRFs of substituents and 
functional groups are derived from the RIs of reference compds. and series 

of 

homologues. Ring structures, ring fusion, ring connection, iso- and 
neo-carbons, chain branching and unsatn. are also assigned GRFs. The 
predicted RIs of a number of alicyclic, aliphatic and aromatic hydrocarbons, 
primary, secondary and tertiary ales., phenols, aliphatic amines, aromatic 
amines, heterocyclics, carboxylic acids, acid esters, aldehydes, ketones, 
and halogenated compds., are found to be within i3l of the observed 
values. The structure-retention index relationship thus developed is 
extremely useful in the tentative identification of radioactive side 
products formed in tritium labeling by radiation-induced methods. 
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AB RN(CH20H)CH(CH2C»2-N+H2R2R3)CONHCH(CH2Ph)CO2Rl (R - reductive ly removable 
protecting group* Rl - Cl-3 alkyli R2 - H, phenylalkyl; R3 - alkyl, 
cycloalkyl, phenylalkyl) were prepared as intermediates for Aspartame! they 
can be purified by recrystn. and stored for a prolonged period 
of time. Thus, 70.1 N-benzyloxycarbonyl-N-hydroxymethyl-«- 
aapartylphenyl alanine Me aster (I) and 70.1 cmol Me3CNH2 were stirred in 
EtOAc. The solvent was removed from the mixture and left overnight. The 
partially crystallized oil was crystallized from EtOAc to give 26.23 g the 

Me3CNH2 

salt of I in 85.51 purity which was recrystd. from MeOH/EtOAc to 
give the salt with 96.81 purity. 
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Enantiomerically pure tert-Bu 2-amino-2, 5-dideoxy-L-lyxo- 
pentanoate (I) was synthesized via the highly diastereoselective MgBr2 
mediated addition of silylketene acetal (PhCH2) 2NCH:C (OSiMe3) (OBu-tert) to 
(S)-O-benzyl lactic aldehyde. The synthesis of y-lactone II, a known 
intermediate in the synthesis of L-daunosamine and L-vancosami ne , is also 
described. 
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Thirteen title corapds. I (R - Cl, NHPh, NPh2, N(CH2Ph)2, piperidino, 
piperazino/ Rl - Me3C, H, Cl, 2-raethylcyclohexyl/ R2 - Me, Me3C, Cli X - 
CH2, CHCC13, CHC6H4C1-0, S) were prepared in 76-8 B\ yields by cyclizing 
phenols II with PC13 followed optionally by treatment with amines. I are 
intermediates for preparing polymer stabilizers. 
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The title stabilization was made by milling or dispersion of 

pigments with an equimolar mixture of C6-24 fatty acid(s) and Cl-10 amine (s) 

including morpholine in nonaq. solvent of surface tension >25 dynes/cm. 

Thus, 350 parts leafing-type Al paste was mixed with 125 parts solution from 

palmitic acid 25.6, 2-ethylbutylamine 10.1, and xylene 220.3 parts to give 

a dispersion which (30 parts) was mixed with 270 parts Acrydic 

4 5-468-Super Beckamine J820 mixture, thinned with xylene to Ford Cup Number 

viscosity 16 s at 20*, and stored in a sealed can, showing leafing 
stability (DIN 55923) 2 mo. 
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AB Cr-carbene complexes containing the (:C(H)NR2) g roup vere prepared by 

reaction 

of Vilsaeier's salts with Cr(CO)S2-. These carbenes vere reaarkably air 
•t*bl« and resistant to attack by nucleopbiles. Photo reaction of 
these complexes with iaines, oxazines, oxazolines, iaidates, tbiazines, 
and thiazolines produced 0- lactams in fair to good yield. In aost 
cases trans stereochem. was observed Representative di benzyl ami no- p- 
lactaas were debenzylated to produce B- lactams having a free NH2 
group a to the lactam carbonyl group. 
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AB 1H and 11B NMR spectroscopy vas applied to mono- and bisborane adducts 
derived froa aryl-, benzyl-, phenethyl- and phenylenediaaines, but no 
simple relation vas established betveen the spectroscopic data and the 
nature of the N-B bond. Comparative studies of the affinity of aromatic 
amines to BH3 by equilibrium reactions may be of great value in 

establishing a 

scale of relative basicity. 
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AB The azo dyes I (M1-M3 - H, alkali metal, NH4, quaternary ammonium; a - 1, 
2; Rl, R2 - Cl-3 alkyl, Cl-3 alkoxy, halogen, Hi R3, R4 - C6-18 amine, 
alkoxyalkylamine, alkanolamine) are useful in nonclogging aqueous 

jet-printing 

inks. H acid vas condensed vith cyanuric chloride, and this intermediate 
vas coupled vith diazotized orthanilic acid and then condensed vith 
(2-ethylhexyloxy) propylamine and (PhCH2) 2NH. A jet-printing ink containing 
this dye 3.5, polyethylene glycol 8, glycerol 1, Bu(OCH2CH2) 20H 1, 
N-methylpyrrolidone 24, (HOCH2CH2) 3N 2, and H20 50.5 had good storage 
etatoility at 0*, at 50* had jetting 

stability 90 days, good image clarity, and gave no bleeding froa 
printings on wood-free paper in vater. 
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AB A series of new ligands and the corresponding technetiura-99m chelates 

based on di amide dimercaptide donor groups I (X - CH2CH2, C6H4, CH2CKMe, 
CH2COCH2, etc.) vere synthesized as derivs. of technetiua-99a 
1, 2-bis (2- thioacetaaideo) ethane, a complex shown to be excreted by renal 
tubular secretion. Chelation with 99mTc resulted in single radiochem. 
products or the expected number of stereoisomers. They were purified 
by high performance liquid chromatog. and evaluated in mice as potential 
renal tubular function agents. The in vivo properties were sensitive to 
the presence of functional groups, the positional isomerism of the 
carboxylate group functionality, and the chelate ring stereochem. of the 
ligand. The presence of Me groups slowed renal transit and decreased 
renal specificity. Cyclohexyl rings fused to the ethylene bridge of the 
center chelate ring decreased renal excretion while aromatic rings 
essentially abolished renal excretion. Slow hepatobiliary clearance was 
observed as an alternate mode of excretion. Polar groups, increased renal 
excretion rates and specificity in a stereochem. dependent manner. 99mTc 
chelates of 1, 3-bis (2-thioacetaraido) -2-hydroxypropane, 
3, 4 -bis (2-thioacetamideo)butanoate and 1, B-dimercapto-2, 7-dioxo-3, 6- 
diazanonanoate were identified as promising new renal 
radiopharmaceuticals. 
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Airborne isophorone diisocyanate (I) [4098-71-9J is determined by drawing 

through solns. of 1- (o-aethoxyphenyl)piperazine [35386-24-4], 
N- (p-nitrobenzyl) propylamine (103796-64-1), and dibenzylamine [ 
103-49-1), forming stabla derivs. suitable for 

reverse-phase high-perforoance liquid chroaatog. with UV detection. In-sitt 
derivatization of I during sampling stabilized the samples. The 
structures of the derivs. formed by reaction with the secondary amines 
were authenticated by IR. NNR, and elemental anal. These derivs. were 
puriri*d, and their use for calibration purpose* is 
proposed in preference to calibration with the extremely unstable I. 
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In order to characterize the in vivo metabolic fate of the 

antihypertensive agent a-methyldopa (I) (555-30-6) the urine of 

a-methyldopa-treted rats was examined with the aid of a direct 

insertion probe chemical ionization mass spectral assay. The mass spectrum 

of the sample obtained by chromatog. purification followed by 

treatment with ethanolic hydrochloric acid and pentaf luoropropionic 

anhydride displayed an intense ion at m/z 812, consistent with the 

p-ethoxy-N.O,0,0-tetrakispentaf luoropropionyl derivative of 

6- hydroxy-a -methyl norepinephrine, a potential aromatic hydroxy lati on 

product of the known a-methyldopa metabolite a- 

methyl nor epinephrine. Comparison of this spectrum with the spectrum 
obtained with the corresponding synthetic 6- hydroxy-a - 

me thylnor epinephrine (104024-06-8), however, ruled out this possibility. 
A more thorough examination of the mass spectral data established that the 

at m/z 812 observed with the metabolic species was due to the formation of 

unexpected adduct ion between a known metabolite of a-methyldopa and 
an impurity ion formed from a common constituent of urine. This paper 
summarizes the characterization of this adduct ion. 
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AB In the removal of N compds., 0 compds., and olefins from such 

synthetic-petroleum fractions as naphtha (represented by PhHe (108-88-3)) 
on zeolite 13X, both N and 0 compds. are strongly adsorbed, but such 
low-basicity compds. as 2, 4,6-collidine (108-75-8) are poorly adsorbed 
from PhHe even in the absence of any competition. Olefins are able to 
compete with N compds. in adsorption only at very high concns. 
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AB A method for the determination of 1, 3-bis ( i socyana tome thy 1) -cyclohexane 
(H6XDI) 

(38661-72-2) in air is based on H6XDI collection using a midget impinger, 

conversion into a stable urea derivative with dibenzylamine, and 

anal, by high performance liquid chromatog. with UV detection at 254 nm. 

The collection efficiency is i98l and the detection limit is 0.16 

M-q H6XDI, which corresponds to 1.0 ppb in a 20 L air sample. 
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R4COCHR3CH2CONR1R2 [Rl, R2 - H, Cl-20 alkyl, cycloalkyl. C7-20 aralkyl, 
C6-14 aryl, each (un) substituted with Cl-6 alkoxy or alkoxy, F, CI, 
Br,iodo, or with Cl-6 alkyl or alkoxy substituted with F, CI, Br, or iodo; 
R3 * (un) substituted Cl-28 alkyl; R4 - ORS, NRSR6; RS, R6 - Rl or R2J , 
useful as antioxidants, stabilising agents for polymers, and as 
synthons for insecticides, acaricides, herbicides, fungicides, and for 
Pharmacol, and physiol. active compds. {no data), were prepared by treating 
R7CONR1R2 (R7 - C3-30 alkenyl) with HX (X - ORS, NR5R6) and with CO io the 
presence of Co compds. and optionally 21 tertiary N bases at 
elevated temps, and pressures. A mixture of MeCH:CHCONEt2 (I), PhOH, 
pyridine, and Co2(CO)8 was treated with CO containing 2% H2 in a shaking 
autoclave at 170* /ISO bar 45 min to give 91.51 conversion of I with 
56.91 yield CS dicarboxylic acid derivs., of which 87.71 was 
PhO2CCHMeCH2C0NEt2 and 12.31 was Ph02C(CH2) 3CONEt2. 
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AB The title salts, dissolving rapidly in hydrocarbons to give concentrated, 
i tab la solns., are prepared by heating NH4 molybdates with 
carboxylic acids in the presence of amines with distillation of H20. Thus, 
stirring NH4 molybdate 5.5, naphthenic acid 18.5, and Bu3N 4.0 parts at 
200* for 10 h with distillation of H20 gave a salt dissolving in 20 mL 
PhEt to give a solution containing 61 Mo, which formed no precipitate 

during 1 mo in 

air. Stirring this salt 5, C3H6 46, and a 351 PhEt solution of PhCH(Me)OOH 
(I) 50 parts at 120* for 1 h gave propylene oxide with selectivity 
86.51 {based on I) and I conversion 99.61; compared with 86.8 and 9S.9, 
resp., when com. Mo naphthenate was used. 
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AB The title compds., useful as antioxidants and polymer stabilizing 
agents, were prepared by reaction of RCOX1 [R - or 
P,y-unsatd. unbranched or branched, (un) substituted C3-30' 
alkyl; XI - NH2, NHR1, NR1R2; Rl, R2 - Cl-20 alkyl or cycloalkyl, C7-20 
aralkyl, or C6-14 aryl each (un) substituted with Cl-6 alkyl and (or) alkoxy 
and (or) F, CI, Br, and (or) iodo] with CO and HX2 (X2 - 0R3, NH2, NHR3, 
NR3R4; R3, R4 - Rl) in the presence of Co compds. and optionally in the 
presence of 21 tertiary N bases at elevated temps, and pressures. 
A mixture of N,N-diethylcrotonamide (I), PhOH, pyridine, and Co2{CO)8 was 
treated with CO containing 21 H at 170* /150 bar 4 5 min to give 91.51 
conversion of I and 56.91 yield of C5 dicarboxylic acid derivs., of which 
87.71 was PhO2CCHMeCH2C0NEt2 and 12.3% Ph02C(CH2) 3CONEt2. 
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AB The use of model compds. combined with gas chromatog. characterizes 
complex adsorption systems, to yield information on the adsorption 
mechanism. The possibility of using adsorbents for the selective removal 
of N compds. from petroleum fractions is demonstrated. The adsorbent is 
ilraenite treated with bromide. Coker kerosine is purified. The 
extent of removal is high for basic N compds. but low for acidic/neutral N 
compds. 
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AB Hpy(PF6] (py - pyridine) reacts at room temperature with RKH2, R2NH, and 
R3N (R 

- alkyl), forming RKH3 (PF6] , R2KH2[PF6], and R3KH(PF6J, reesp. , while with 
R4KX it gives R<N[PF6). The yields are good and the samples are of high 
purity. The compds . vera characterized by elemental analyses, IR 
and 1H NMR spectroscopy. The spectral data of cost of the compds. are 
reported for the 1st time. 
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AB Cationic, lipid-soluble organic compds. may interfere with cation-mediated 
membrane transport processes. Thus, small intestinal absorption may be 
influenced by lipophilic organic cations. Therefore, a series of 
a rylakyl amines was studied in the concentration range from 0.5 to 20 mM for 

their 

effect on the transport of various monosaccharides and leucine in the rat 
small intestine in vitro by means of the tissue accumulation technique, 
whereas the monophenyl substituted monoamines (e.g. benzylamine, 
2 -phenyl ethyl ami ne, and 3-phenylpropylamine) did not show a significant 
effect on the active transport, the corresponding a.o-di-Ph 
derivs. exhibited a strong inhibition of the active transport of the 
sugars and the amino acid. These monoamines and drugs of similar 
structure (e.g. benzoctamine and diphenhydramine) exhibited a mixed or 
noncompetitive type of inhibition which correlated quite well with their 
octanol-water partition coeffs. In contrast, di- or triamines (e.g. 
harmaline, imipramine, and pyri lamina) revealed a rather pur* 
competitive type of inhibition. These findings tentatively suggest a 
different mode of action on the active transport by lipid-soluble organic 
amines 

according to the mol. charge distribution. In addition, membrane vesicles 
were used to examine the effect of the different amines on the sucrase 
activity. Regarding the cation-dependent hydrolysis of sucrose, however, 
no distinct pattern developed. 
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AB IR, UV, and NMR of the title primary and secondary amino title conpds. 

show that they do not exist as imines or nitronic acids but do contain an 
intramol. H bond which atabillxaa the (Z) -configuration, solubility 
studies show that these H-bonded enamines are highly polar due to a large 
resonance contribution from the de localized imonium ion. This resonance 
interaction is enhanced in the case of the tertiary amino title compds. 
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AB Oxidation of primary and secondary amines with (RC6H4S020)2 [R - 4-N02, 
3-CF3 

(1)1 were examined Optimal results were obtained with I as the oxidant and 

KOH as the promoting base in AcOEt at -78*. Under these 

conditions, yields of carbonyl products were generally higher than other 

methods for both amine types. The atability of the intermediate 

imine is of great importance in determining the success of the conversion. 
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AB The adsorption was studied of model N coapds. on natural sulfides and 
broainated ilnenite . N coapds. are adsorbed preferentially on acidic 
centers of these minerals! a general correlation betveen the basicity of 
the N coapds. and the extent of their adsorption vas observed The 
broainated 

ilnenite, vhich has bronides of Ti and Fe (Levis acids) on the surface, is 
a ouch better adsorbent than the untreated ilnenite or natural sulfides, 
such as pyrrhotite. 
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AB Equilibration between 2', 5*- and 3* , 5' -di-O-benzoyladenosine derivs. on 

Wakogel C-300 and Merck 60 silica gel gave mixts. predominantly containing 

the 

latter. Adsorbed water and hydroxyl functions of silicic acid were 
important for the equilibration through the acyl migration from the 2* - 
and 3" -position. The effect of substituents at the N6-position of 
adenosine on the equilibration was also investigated. 
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AB Among the major products of electron-beam radiolysis of alkylarom. amines 
(N,N-dinonylaniline; N,N-dibenzyldodecylamine; N-benzyldinonyl amine) in 
octane solns. were secondary amines formed by dissociation of C-N bond and 
tertiary amines formed by substitution of H, alkyl or aryl at «-C 
atom (with respect to N) in the parent amine mol. by a solvent radical. 0 
strongly increased the efficiency of the product formation and 
introduction of octanol (30 weightt) decreased the efficiency of the 

tertiary 

amine formation. In solns. containing HN03 the efficiency of the secondary 
amine formation sharply increased and the tertiary amine formation was 
fully quenched. 
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AB Conversion of aliphatic primary and secondary amines into metal 

dithiocarbamate chelates was examined for high-performance liquid chromatog. 
■ determination of these amines. Characteristic chromatog rams based on the 
difference in the rate of ligand exchange were obtained for different 
central metal ions. When Hg(II) chelates were tested, trace determination 

of 

individual secondary amines was possible because only the peaks of binary 
complexes corresponding to each amine appeared. WhenNi(II) and Pd(II) 
chelates were tested, peaks appeared for ternary complexes as well as for 
binary complexes. This phenomenon was applied to determining optical 
purity of antiasthmatic ephedrine isomers in Chinese crude drugs. 
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AB H2NCR2P(0) (OH) 2 (R - H or Mt) and HN[CH2P(0) (OH) 2] 2 were obtained by 

catalytic hydrogenation of the [benzyl (aaino) alkyl lphosphonic acids. The 
reduction occurred vith quant, yields and pure acids were easily 
isolated. 

1980:446775 CAPLUS ' 
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New preparative aethod for ami none thy lphosphonic, 
aminoi sop ropy lphosphonic and 
ininobis(nethylenephosphonic) acids 
Szczepaniak, W.i Kuczynski, K. 

Inst. Chen., Univ. A. Mickiewicz, Poznan, 780, Pol. 
Phosphorus and Sulfur and the Related Eleaents (1979), 
7(3), 333-7 
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CORPORATE SOURCE: 
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DOCUMENT TYPE: 

LANGUAGE: 

OTHER SOURCE (S) : 



F3C CF3 in F3C CI 



OH 



et*bl« alkoxyaryltrif luoroperiodinanes I and II were prepared by 
oxidation of the resp. parent iodo ales. 5, 2-MeIC6H3C(CF3) 20H and 
2-IC6H4CMe20H with excess CF30F. The stability and low 
reactivity of I and II are ascribed to the strong stabilizing 
influence of the S-nembered ring. The reaction of I with Me3SiCl gives 
the corresponding iodine (III) species. III, and chlorine. I is hydro lyzed 
with aqueous base to give a species thought to be iodinane oxide (IV). I 

1 

selective reagent for the oxidation of primary and secondary amines or ales, 
bearing a hydrogens to the corresponding aldehyde or ketone. In 
contrast to iodine pentaf luoride, I does not further oxidize the product 
aldehydes to acids, tert- Butyl amine is oxidized by I to give 
l,l,l\l*~tetramethylazoethane. PhMgBr reacts with I to give PhF. 
Possible mechanisms for these selective oxidns. are discussed. It is 
suggested that the stabilising structural features of I make it 
a tamed analog of IF5. 
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RR1NCOSR2 (R, Rl - alkyl, alkoxy, alkenyl, cycloalkyl, hydroxyalkyl, Ph, 
CH2Ph» NRR1 - heterocyclic! R2 - alkyl, optionally substituted CH2Ph) were 
prepared by treating COS with RR1NH2 and treating RR1NCOSH . HNRR1 with R2X (X 
- halogen). Thus, HNEt2 was treated COS to give 59. 9% EtZNC05H.HNEt2 
which was treated with 4-C1C6H4CH2C1 to give 99.51 Et2NCOSCH2C6H4Cl-4, 
98.951 pure. 
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Thiol carbamates 

Sato, Zenichij Tabuchi, Fumiya; Takagi, Kaiichiro; 
Iraamiya, Yoji 
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AB The effects of the 3 N substituents on the reactivities of aliphatic amines 
were analyzed by free energy- related substituent consts. and regression 
anal. In bonding with CHC13 and in charge- transfer con^lexation with 12, 
electronic and steric effects of the 3 N substituents were quant, separated 



by 



the equation log K - p*Eo* + alEsc(Rl) + a2Esc(R2) + 

a3Esc(R3) + c, where K is the equilibrium constant, p«, al, a2 and a3 are 

susceptibility consts., and c is the intercept. The La* is 

the sua of the Taft o* values of the 3 N substituents. Esc(Rl), 

Esc(R2) and Esc(R3) are, resp., the Hancock corrected steric consts. of N 

substituents Rl, R2 and R3, where Esc(Rl) i Esc(R2) i 

Esc(R3). Examination of literature data suggest a general applicability of 
present procedure to various reactivities of aliphatic amines. 
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AB The synergic extraction of Co2+ froa aqueous perchlorate by 

thenoy 1 1 r i f luo r oact tone 

(I) and B aaines, e.g. tri-n-octylamine, in CHC13 was examined The 
extracted 

product was shewn to bt a 1:2:1 Co-I-aaine complex. Co-amine bonding vas 
confirmed by ZR and UV spectra. Tha stability sequence of aryl 
complexes is dibenzylamine > benzylaaina S tribenzyl amine. For 
long-chain allcyl tertiary amines the log of the adduct formation consts. 
increase linearly with increasing Taft inductive constant 
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AB Tha extraction of Fe2+, Co2+, Cu2+, and 2n2+ from aqueous perchlorate of 

ionic 

strength 0.1 ( (K, Na)C104) into a mixture of thenoyltrif luoroacetone (HTTA) 
and dibenzylamine (DBA) in chloroform vas studied. The extraction of the 
different cations increases by mora than 103 in the presence of DBA. 
Slope anal, of the extraction results assumed a general formula of 
M (TTA) 2 • DBA for the extractable adduct. A stability 
order of Fe (TTA) 2 • DBA > Co (TTA) 2* DBA > Zn (TTA) 2- DBA > 
Cu (TTA) 2 -DBA was established. 

1978:28455 CAPLUS 
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Synergic extraction of divalent iron, cobalt, copper 
and zinc with thenolytrif luoroacetone-dibenzylamine in 
chloroform 

Aly, H. F. > Raieh, H.t Mohamad, S.j Abdel-Rassoul, A. 
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PbCH (NHR) CONH— 1 S ^"N 

C02H j i r-i 



HOCH2CH2NRINH. 



! — j^^jj NHNRICH2CH2OH C *S^ N V^ C 

R I R 



AB Cephalexin (I) was prepared by treatment of crude (II Rl - NH2 -protecting 
groups) with (PhCH2)2NH, separation and purification of the formed 
(PhCH2)2NH salts, liberation of the free acids II, and removal of the 
protecting groups. Thus, a mixture of 3.86 g Li D-a-tert- 
butoxycarbonyl ami nophenyl acetate and S03/DMF was stirred 20 min, added to 
2.14 g 7-amino-3-methyl-3-cephem-4-carboxylic acid in H20 (pH 7.5 with 
NaHC03) at 5-10*, and the whole stirred 30 min to give 5.6 g crude 
7p- (D~«-tert-butoxycarbonylamino-a-phenylacetamido)-3~ 
metbyl-3-cephera-4-carboxylic acid (III). To III in AcOEt-Et20 was added 
84 ml (PhCH2)2NH to precipitate 5.85 g III . <PhCH2) 2NH salt. 1 1 1 . (PhCH2) 2NH 

(2 g) 

in aqueous AcOEt was made pH 3.0 with citric acid to give III. Ill in 
CH2C12 

was stirred with 5 ml concentrated HC1 1 hr at room temperature to give 2.1 

g I. 

1977:5474 CAPLUS 
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Cephalosporin derivative 

Sugimoto, .Shingo; Nakabayashi, Satoru; Katano, 
Kiyoakit Fukatsu, Shunzoj Seki, Shigeo 
Meiji Confectionary Co. , Ltd., Japan 
Jpn. Kokai Tokkyo Koho, 4 pp. 
CODEN: JKXXAF 
Patent 
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Triazines I (R - NR2R3, SR2 (R2 - C6-18 saturated or unsatd. alkyl, 
cyclohexyl, CH2C6H5-nR4n, C6H5-nR4n, n - 0-5, R4 - halo, MeO, EtO, HO, 
cyano, Me, Bu, etc> R3 - H, R2> Rl - H, CH2CH20H] were prepared by treating 
II with hydroxyethyl hydrazine s H2NNR1 CH2CH20H III. I are antioxidants for 
polyamides or polyure thanes and prevents discoloration of basic dyes. 
Thus, 27.6 parts II (R - dibenzylamino) , prepared from cyanuric chloride and 
(PhCH2)2NH, was treated with 36.5 parts III (Rl - H) in aqueous dioxane at 
20-30* and heated at 50-80* to give I (R - dibenzylamino, Rl 
- H). This (31) was added to cellulose diacetate and the film dyed with 
Kaylon Fast Blue FN. On exposure to NOx, it underwent no discoloration. 
Among 6 more I prepared were (R, Rl given): . (PhCH2)2N, CH2CH20Hi 
dilaurylamino. Hi distearylamino, CH2CH20HJ stearylthio, H. 
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HOCHZCHZKHNH^N^ 



KHNHCH2CH20H 



Urethane rubbers resistant to yellowing by N oxides, CI bleach, and light 
contained bi s [2- (2-hydroxyethyl) hydrazine] -a- triazine derivs. For 
example, polytetramethylene glycol was polymerized with diphenylae thane 
diisocyanate, and the prepolymer in OHF was treated with aqueous N2H4 and 
Et2NH and then 21 Ti02 to give 30% rubber solution (I). Cyanuric chloride 
(108-77-0] was condensed with dibenzylamine [103-49-1] to give 
2-dibenzylanino-4.6-dichloro-s-triazine [47301-29-1] which was treated 
with (2-hydroxyethyl) hydrazine [109-84-2] to give 2, 4-bis(2- (2- 
hydroxyethyl) hydrazino] -6- (dibenzylamino) -s-triazine (II) [60188-59-2] . 
The I solution was nixed with 3 phr II, cast, gelled with water, dried at 
100* for 30 min, and heat-treated at 120* for 20 min to give 
ye 11 owing -resistant film. 
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AB Racemic norepinephrine was synthesized with three D atoms on the alkyl 
chain. The deuteration was accomplished by D/H exchange on the 
intermediate, 2- (dibenzylamino) -3', 4* -dihydroxyacetophenone, followed by 
reduction of the keto moiety and cleavage of the benzyl -protecting groups 

with 

D gas. Noradrenalone was also shown to be a possible intermediate for the 
incorporation of 1BO into norepinephrine. 
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AB Polyester nonwoven fabric-based urethane rubber leather substitutes with 
improved durability and yellowing resistance contained 0.1-5% 
2- (cyclohexylamino) -4, 6-dimorpholino-s-triazine (II) [51304-98-4] and/or 
2- (dibenzylamino) -4, 6-bis (2, 2 -dimethyl hydrazino) -s-triazine ( 51304-96-2] . 
The rubbers were prepared from 4, 4 ' -diphenylme thane diisocyanate, 
polyethylene glycol, and poly (hexaraethylene neopentyl adipate)diol or 
poly (neopentyl tetramethylene adipate)diol [neopentyl glycol content in 
total diol S40»; polyesterdiol mol. weight 500-4000; 
polyester/polyethylene glycol >4]. Cyanuric chloride [108-77-0] was 
condensed with morpholine [110-91-8] and then eye lone xanamine [108-91-8] 
to give I i II was obtained by condensation of cyanuric chloride with 
dibenzylamine [103-49-1] and then 1, 1-dimethylhydrazine 
(57-14-7). 
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AB Hexachlorocyclotriphosphazatriene, N3P3C16, with (PhCH2)2NH gave 
N3P3C16-n[N(CH2Ph)2]n (n - 1, 2) and with PhCH2NH2 it gave 
N3P3C16-n (NHCH2Ph) n [n - 1, 2 (2 isomers), 4, 6]. Mixed 
(dimethylami no) (dibenzylamino) and - (benzylamino) derivs. were prepared ai 
assigned structures by NMR spectroscopy. The role of steric effects in 
the reactions of N3P3C16 with bulky nucleophiles was discussed. The 
etabillty of N3P3Cl[N(CH2Ph) 2] (NMe2) 4 arose from protection of the 
P-Cl bond from nucleophilic attack by the bulky geminal N(CH2Ph)2 
substi tuent. 
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GI For diagraa(s), set printed CA Issue. 

AB A serin of 41 title compda., prepared by alkylation of the appropriate 
secondary amine, vere tested in vitro as inhibitors of f ibrinoligase 
[9067-75-6}. Son* of the compds. vere among the most active f ibrinoligase 
inhibitors known, vith 5-[bis(4-chlorobenzyl) ami no] penty lamina fumarate (1 
f una rate) [55097-48-8] being twice as active as monodansylcadaverine 
(10121-91-2). The dibenzylamino moiety at one end of the mol. and primary 
amino group at the other end the compound could function both as a pseudo 
donor substrate and noncompetitive alkylating inhibitor. 
Structure- activity relations are discussed. 
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Fibrin-atabillzino, factor inhibitors. 12. 
5-Dibenzylaminopentylamine and related compounds, a 
new type of FSF [f ibrin-atabUUlno. factor] 
inhibitors 

Hoffmann, Kurt Juergen* Stenberg, Pali Ljunggren, 
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AB The improved stability of the magnetic recording materials vas 

achieved by including an organic corrosion inhibitor in the composition The 
material consists of a nonmagnetizable support covered vith a magnetizable 
layer made up of metal particles (Fe, Ni or Co or alloys of these, each 
particle of which may be covered vith a layer of Cr) dispersed in a 
nonmagnetizable binding material. To this magnetizable layer is added at 
least 0.0001 g. equivalent of a nonsterically hindered aliphatic amine. The 
amine must have a pKa of at least 8, measured in aqueous solution at 2S'. 
Tertiary amines, polyurethanes and tris-2,4,6- (dime thylami noma thyl) phenol 
are particularly favored. A surface active acid may also be added to 
disperse the particles. For example, acicular 300 A particles of Fe 
(75), Co (5-8), coated vith Cr (3-41) vere mixed vith tridecylpolyethylene 
oxide phosphoric ester and PhMe. Tris (dime thyl ami nome thyl) phenol (21) vas 
added, along vith a polymeric binding material (30%). Films of the 
material of 30 n thick vere vithdravn by scraping. These vere dried in 
air and heated at 66*. After a corrosion test at 66' and 
801 humidity for 18 hr no signs of corrosion vere seen, vhile a similar 
sample vhich did not contain tris (dimethylami noma thyl) phenol shoved 
considerable corrosion over all its surface. 
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AB PhP(0)C12 vith (PhCH2)2NH (LH) in organic solvents at room temperature gave 
PhP(0)L(OEt), PhP(O) (OEt)2, PhP(0)ClL, and [PhP(0)L]20. PhP(0)ClL vas not 
isolated but vith RNH2 (R - Et, PhCH2) gave PhP (0) L(NHR) . PhP(S)Cl2 vith 
LH gaV PhP(S)ClL, PhP (S) L(OEt) , PhP (S)L(NHCH2Ph) , and 2 isomers of 
(PhP(S)L}20. PhP(S)C12 vith LH in vet C6H6 gave LH2+ [PhPSLOJ-. The EtO 
compds. only formed in stabilized CHC13. PMR shoved that many 
CH2 groups vere intrinsically asym. 
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AUTHOR(S): Healy, James D.» Shav, Robert A.; Smith, Barry C. t 

Thakur, Chandramauleshvar P.; Woods, Michael 
CORPORATE SOURCE: Dep. Chem. , Birkbeck Coll., London, UK 

SOURCE: Journal of the Chemical Society, Dalton Transactions: 

Inorganic Chemistry (1972-1999) (1974), (12), 1286-90 
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LANGUAGE: English 
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AB A 2 step synthesis of dl-PhCH(0H)CH(NH2) 14CH3 (I) from PhCOCH2N (CH2Ph) 2 
and 14CH3I is described. After purification by chromatog. on an ion 
exchange resin column AG 50W-X2 I.HC1 is obtained vith a radioactive 
overall yield of 31% based on Bal4C03, sp. activity: 55 mCi/mmole. The 
anal, by paper electrophoresis in conjunction vith the paper and 
thin-layer chromatog. enables control of radiochem. purity of I. 
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AB Addition of 0.001-0.3 veight% benzylamine [ 100-46-9] -Cu halide cocpUn or 
dibenzylamine ( 103-49-1] -cupnc chloride canplex (ij to nylon 6 
melt or a mixture containing hexame thy lenedi ammonium adipate improved the 
thermal stability and resistance to uv degradation of nylon fiber 
vithout causing coloration of the fiber, vhich was useful for tire cords 
and belts. Thus, nylon 6 [25038-54-4} containing 0.05 veight* 

be nzy 1 ami ne - cup r i c 

chloride complex(2: 1) [14434-96-9] (prepared from 17g cupric chloride 
[7447-39-4] and 18. 8g benzylamine vas mixed 15 nin at 290. dog. vithout 
discoloration. The tensile strength retention for a fiber prepared by melt 
spinning a mixture containing nylon 6 and 0.06 vtl I vas 941 after heating 

4 hr 

at 180. dog., compared to 281 for a fiber prepared vithout I. 

Benzylamine-cuprous iodide [7681-65-4] complex, benzyl amine -cupric bromide 

[7789-45-9] complex, and benzylamine-cuprous chloride [7758-69-6J complex 

vere also used. 
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AB The povder static susceptibilities of the crystalline etabU free 
radical 1, l-diphenyl-2-picrylhydrazyl and of sables recrystd. from 
various solvents vere measured at room temperature The value of the static 
susceptibility vas also computed from nicrochem. anal, data and from ESR 
data. The samples recrystd. from different solvents show different values 
of susceptibility. This is interpreted on the basis of the exchange 
interaction and lone pair properties of the solvents. 
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The purpose of the additives is to extend the range of c.ds. 

with vhich good deposits can be obtained. A suggested additive mixture 

consists of 0.1-2 veight ) Ph2NH with a PhOH-glucosa condensate making up 

remainder (up to 5 veight )> of the bath. The bath itself consists of SnS04 
55, C6H4(OH)S03H 30, and H20 915 parts. The range of c.ds. is 5-50 A/dra2 
and bath temperature is 50*. A highly synergistic effect is obtained. 
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Poly (ethylene sulfide) is stabilized against thermal degradation 
by addition of KSeCN, KSCN, and (or) NH4SCN, an amine, and a metal oxide. 
Thus, a mixture of 2835 ml tetrahydrofuran, 9.838 ml H20 and Et22n 
(H20-Et2Zn molar ratio 1:1) vas stirred under N, added under N to a mixture 
of 2946 g ethylene sulfide (I) in 23.56 kg petroleum ether at 25.5 i 
1.1 *, stirred 1 hr, centrifuged, the resulting polymer dried in 
vacuo at 71-82', and povdered to give 590 g polymeric catalyst (II). 
II was added under N to a mixture of 27.285 kg I in 77.24 kg petroleum 
ether, the mixture heated during 1.5 hr to 80 * 2.75*, kept 2 hr 
at this temperature, cooled to 38*, centrifuged, and the separated polymer 
dried for 4 hr in vacuo at 80* to give 80% poly (ethylene sulfide) 
(III) vith tensile strength 615 kg/cm2, elongation 3.48%, and modulus 27.3 
+ 10-3 kg/cm2, vhich changed to 133 kg/cm2, 0.45%, and 28.56% after 
10 days' aging in air at 121*. Ill containing 1.5% KSeCN when molded 
gave a product vith initial tensile strength 640 kg/cm2, elongation 5.36%, 
and modulus 23.52 + 10-3 kg/co2, as compared to 649 kg/cra2, 3.66%, 
and 29.4 + 10-3 kg/cm2 after 10 days aging at 121*. Ill 
containing KSeCN 1, dibenzylethylenediamine 3, phenyl-0-naphthylamine 1, 
and ZnO 0.2% vas molded to give a product vith initial tensile strength 
684 kg/cm2, elongation 24.36%, and modulus 17.29 + 10-3 kg/cm2, 
vhich changed to 651 kg/cm2, 7.45%, and 17.99 + 10-3 kg/cm2 after 
agin g 10 days in air at 121*. Other amines used vere 
dibenzylamine, pentaethylenehexaraine, and (4-H2NCH2CH2-NHCH2C6H4) 20.' 
Ti02, MgO or CaO may be used instead of ZnO. 
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AB N.M.R. spectra (60 MHz.) vere recorded on 0.1-11 solns. of 66 amine 

coKpds. (IS primary, IB secondary, 10 tertiary, 23 aroaatic) in CHC13 at 
32*. The location of the CHCl3-band vs. M«3si was determined, and the 
stability consts. of CHCl3-amine complexes calculated Results are 
tabulated. For all nonaromatic amines, the chemical shift of the 
CHCl3-complex vas dependent on the basicity, or the sum of the polar 
consts. of the substituents on the N. For all the aromatic amines, in 
addition to the coaplexation with N, an association with « electrons of the 
aromatic ring is involved, and becomes increasingly more significant vith 
increasing steric hindrance or decreasing basicity of the amine group. 
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AB Manufacture of cladding Zircaloys implies starting vith 98% ore and 

silica-free 

zirconia before dehafnization and metallurgical elaboration. Dehaf nization 
of fed zirconia still containing 1.4% Hf02 vas studied. The usual 
organophosphorus and amine solvents vere exaad, in viev of enhancing maximum 
loading charge and introducing cheaper com. varieties. Bu3P04 as a 60% 
solution is suggested after examining numerous diluents (odorless kerosine, 
iso-BuCOHe, xylol, n-hexane, benzene, cyelohexane, toluene) besides white 
spirit. Examined variables vere the time of contacting (1-5 min.) and the 
concns. of free HN03 (5 to 8 molar), fed zirconium (5-100 g./l., and 
salting-out agents (about 3.5 molar nitrates). Longchain aliphatic and 
aromatic amines examined include: Armeen C, S, T, TD, and HTD, and FB-Amine 
10, 12, 16, 1?, and 19. Tri- and dibenzyl amine, triaurylamine 
hydrochlorides, and sulfate liquors vere studied, and the effect of 
levering temperature, increasing acidity, and changing diluents vere 
examined 
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GI For diagrara(s), see printed CA Issue. 

AB Polymers of acrolein have found limited use because they are readily 

oxidized in air, resulting in mol. -weight degradation. Organic amines vith 
vapor pressures of <1 mm. at 30" and having the formula 
XXlN(X4NX2)nX3 are used to stablllx. acrolein polymers, especially 
polyacrolein. X, XI, X2, and X3 are H, Cl-18 alkyl groups, or C6-19 aryl 
groups. X4 may be a divalent Cl-10 alkylene group or a divalent C6-10 
arylene group: n is an integer (0-5). The amines used may be primary, 
secondary, or tertiary. Heterocyclic secondary amines of the formula I 
may also be used, vhere z is 0 or li Y is a CH2 group, a secondary amine, 
S, or O; and Ar is an arylene group. For example, 5 g. of polyacrolein 
powder vas stirred vith 20 ml. of an acetone solution containing 0.01 g. 
phenyl -2-nap thy lamina as X. After evaporation of the acetone, the mixture 

containing 

0.2 weight % stabilizer was placed in an oven at 140*F. 

Reduced viscosities vere measured at 30* by using a solution of 0.2 g. 

of stabilized polymer in 100 ml. of a saturated solution of S02 in H20. 

A polyacrolein sample containing no stabilize* had an initial 

reduced viscosity of 4.0. After 1, 2, and 3 weeks, resp., the reduced 

viscosities vere 1.3, 0.8, and O.S. The sample stabilized vith 

I had an initial reduced viscosity of 4.0 and a reduced viscosity of 2.4 

after 3 veeks. 
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AB A differential vapor pressure technique vas used to study the 

self-association 

of certain acids and bases in several nonhydrogen bonding solvents. 

the self-association of benzoic acid is markedly 



In 



1, 2-dichloroethane, 
decreased 

by ortho substitution with bromine and hydroxy and methoxy groups. Ortho 
substitution in phenol with nitro and methoxy groups has the same effect, 
which is attributed in part to stabilization of the monomeric 
form by intramol. H bonding. Acetamide appears to form a relatively 
stable trimer, but amines undergo little association in 
1, 2-dichloroethane. Benzoic acid shovs significant association in 
nitrons thane, but none in acetonitrile which has virtually the same 
dielec. constant The lack of association in acetonitrile is attributed to H 
bonding betveen acid and solvent, stabilizing the monomer. 
ACCESSION NUMBER: 1965:450092 CAPLUS 

DOCUMENT NUMBER: 63:50092 
ORIGINAL REFERENCE NO. : 63:9110a-b 

A differential vapor pressure study of the 
self-association of acids and bases in 
1, 2-dichloroethane and certain other solvents 
Coetzee, J. F. t Lok, Rose Mei -Shun 
Univ. of Pittsburgh, Pittsburgh, PA 
Journal of Physical Chemistry (1965), 69(8), 2690-6 
CODEN: JPCHAXi ISSN: 0022-3654 
Journal 
English 



TITLE: 



AUTHOR (S) : 
CORPORATE SOURCE: 
SOURCE: 

DOCUMENT TYPE: 
LANGUAGE: 



Page 76 



L12 ANSWER 215 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 

AB Tht tit la compound NaB (p-ClC6H4 ) 4 (I), vas synthesized and purified 

. Aqueous 1 nay be used to identify qual. alkali ions and son* basic N 
coopds. (as the HC1 salts). Two nl. of an aqueous 1» solution of I as the 

nixed 

Na-Mg salt gave a heavy precipitate with each of the following, at 0.05M 
concentration: 

Xt, NH4+, Rb+, Cs+, 1 - phe ny le thy 1 amine, EtNH2. Et2KH, (PhCH2)2NH, atropine 
(II), (CH2)6N4, l.6-K2N(CH2)6NK2, glycine, Bu4NCl, benzidine (III), BuNH2 
(IV), and brucine (V) (each base as its HC1 salt). III-V, and quinine, 
form stoichiometric coopds. with I. Ba++, Cu++, Ni++, Ca++, Cd++, and 
Co++ gave no ppts. with the nixed Na-Mg salt) C5H5H gave a light 
precipitates 

PhNH2 and II formed ppts. that were unsuitable as derivs. K+, 5 

y/al. and 100 y/nl., is detected by forming a trace of precipitate 

with 2 nl. of II NaBPh4 (VI), or with I, resp. The solubility of 

KB(p-Cl-C6H4)4 in H20 at 25* and pH 3.7, 6.7, or 6.8 is 6.0, 6.5, 

and 7.5 ♦ 10-4M, reap. Because of this relatively high solubility of the 

K salt, recoveries were low. 
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AB cf. CA 53, 3530f. Exposure of apples to 1 mole BuOAc in 5000 noles air 
gave no increase in scale, but produced a narked taint. Cyclohexane, 
cyclohexene, C6H6, and d-liraonene applied as vapors, and C16H34 and 
C14H29CH:CH2 applied to the surface in EtOH, reduced scald at appropriate 
concns. The last 3 at high concns. produced scald-like injury. During 
storage in oiled wraps, cuticle oil and ursolic acid were transferred to 
the wraps, and nineral oil to the apples. A more volatile minor fraction 
of the nineral oil contributed to scald control. Ph2NH controlled scald 
better than PhCH2NHPh, (PhCH2)2NH, or dicyclohexylanine (in decreasing 
order of effectiveness) when used as dips in EtOH. PH2NH reduced volatile 
ester production at 1*, increased it at 20*, increased the 
production of less volatile esters of the lipid coating, and 
stabilized a pigment in the lipid coating. Quercitin applied in 
EtOH solution reduced scald, but cyanidin did not. 

ACCESSION NUMBER: 1964:443633 CAPLUS 

DOCUMENT NUMBER: 61:43633 

ORIGINAL REFERENCE NO. : 61:7604a-b 

TITLE: Superficial scald, a functional disorder of stored 

apples. II. Promoters and inhibitors 
AUTHOR(S): Huelin, F. E. 

CORPORATE SOURCE: Commonwealth Sci. Ind. Res. Org., North Ryde, 

Australia 

SOURCE: Journal of the Science of Food and Agriculture (1964), 

15(4), 227-36 

CODEN: JSFAAE; ISSN: 0022-5142 
DOCUMENT TYPE: Journal 
LANGUAGE : Unavai 1 ab 1 e 



L12 ANSWER 217 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 
GI For diagran(s), see printed CA Issue. 

AB cf. CA 56, 5862b. I and II were prepared by Mn02 oxidation of the 
appropriate 

dihydrazone. HgO oxidation of the dihydrazone of p-C6H4 (CHO) 2 gave III. 
Structural differences influence the stability of these compds. 
Ill reacted with AcOH to give p-C6H4 (CH20Ac)2. Treatment of III with Ph3P 
gave p-C6H4 (CH:NN:PPh3)2. The crystals of all the bisdiazo compds. were 
strongly dichroic. 
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AB Reaction mixts., from contacting arainoethylpiperazine with Si02-A1203, are 
distilled to give a fraction (b. 160-90"), the fraction is cooled to 
10-40*, a portion of the distillate fraction crystallized to give the 
title compound, the mother liquor concentrated, and the concentrate, which 

is rich 

in trie thy lenedi amine (I), recycled to the distn, zone in an apparatus 
which is 

described. Thus, a fraction, b. 160-90*, containing 60-751 I is placed 
in a kettle and heated at 70*, the mixt cooled to 
.apprx.25*, and the slurry that forms centrifuged to give 484 g. 
99.0 weight- I I and 682 g. mother liquor containing 37.3 weight-l I. 
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AB Reaction of R2KH with HCHO can led to R2KCH20H (I) and (R2H)2CH2 (II). 

The extent of the existence of the intt mediate I in the reaction of R2NH 
vith HCHO vas investigated caloriaetrically. HCHO (1 stole) was added to 2 
moles R2HH and the temperature rise, ATI, measured in a simple, 
Nernst-type caloriaeter. A 2nd sole of HCHO vas added and the rise in 
tesiperature, AT2, measured. Data corrected for heats of dilution of amine 

in 

H20 were tabulated for reactions at 0 and 30*. The ATI and 
AT 2 values were readily explained by considering the equilibrium involved 
in the reactions R2NH + HCHO .rdblhar. R2NCH20Hi RZNCH20H ♦ R2NH .rdblhar. 
(R2NJ2CK2 ♦ H20. The data indicated that equilibrium favored II at both 
temps. 

and that generally the ratio ATI /AT 2 vas greater at 30* 
than at 5', indicating the greater etability of II over 
that of I. ELKHCH2CH2QH and (HOCH2CH2 ) 2NH had low AT1/AT2 
ratios (0.33:0.17 and 0.56:0.16, and 0.81:0.31 and 0.45:0.23 at 0 and 
30*, reap.) owing to formation of the corresponding oxazolidines, 
3-etbyloxazolidine, b. 122*, n22D 1.4322, and 3-(B- 
hydroxyethyl)oxazolidine, b4.7 93*, n30D 1.4753. The low values 
for ATI (0.28 and 0.0S at 0 and 30') for (PhCH2) 2NH made it 
impossible to decide whether the compound forms II or I predominantly. 
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AB Aromatic azines oxidized with 1 mol equivalent Ac02H yielded monoxides « 
the 



by an 



(with 



ol) 



general type Ar2C:NN(0) :CAr2 (I). Their chemical behavior' was determined 

in 

intermol. O-shift whereby diazo and carbonyl derivs. were formed. The I 
were readily accessible and stable sources for diazo compds.i 
the rearrangement was initiated by light, heat, and protons. I with Ph3P 
or Zn-AcGH yielded the corresponding azines. I were cleaved by 1 mol 
equivalent Ac02H into N and the basic carbonyl derivative Azines exhibited 

h 

2 mol equivs. AcOZH) the same behavior, which could be utilized for the 
conversion of the azines to the corresponding carbonyl derivs. I 
exhibited 2 bands at about 8 and 6.40-6.4 5 m. resp., which were 
attributed to the 0 atom of the N -* 0 grouping. P205 (40-50 g.) in 
300 cc. CHC13 treated dropwise with cooling during 5 h. with 100-130 g. 
40% Ac02H gave a solution of anhydrous Ac02H. The appropriate azine (0.1 

in about 200-300 cc. CHC13 (C6H6, CH2C12, or CC14) treated dropwise with 
cooling and stirring with 0.1 mol Ac02H-CHCl3, kept 36 h. at room 
temperature, 

washed, dried, and evaporated gave the corresponding I . (Ph2C:N)2 gave in 

this manner 251 Ph2C:NN(0) :CPh2 (II), m. 157* (EtOH) . Similarly 

were prepared the following ArCH:NN(0) :CHAr (Ar, ra.p., and % yield given): 

Ph (III), 131" (MeOH), 51. 3i o-ClC6H4, 132-3* (EtOH), 50. 0; 

P-C1C6H4, 163* (dioxane), 57. 8) p-BrC6H4 (at reflux), 178' 

(CHC13), 46.1} p-MeOC6H4, 159' (dioxane), 58. li p-MeC6H4, 

144* (EtOH), 39. 7; «-thienyl, 150' (aqueous EtOH), 57. 8; 

a-furyl, 181" (cyclohexane) , 59. 3i a-pyrryl, 

182* (aqueous EtOH). 64.4. II (1.9 g.) in 100 cc. C6H6 irradiated 5 h. 
with an immersed UV lamp and distilled gave 0.76 g. BzPh, m. 48*. Ill 
(2.24 g.) in 110 cc. C6H6 gave similarly 84% BzH and 0.1 g. unchanged III. 
Ill (9.0 g.) heated slowly to 135' (2-3 lain.) gave 3.5 g. BzH and 
0.6 g. unchanged III. Ill (4.5 g.) in 50 cc. p-xylene refluxed 4 h. 
yielded 1.9 g. BzH and 0.4 g. III. Ill (4.5 g.) in 75 cc. Ac20 heated at 
130* gave N, 1.85 g. BzH, and 0.2 g. 111. Ill (15.7 g.) in 175 cc. 
EtOH warmed with 0.1 cc. concentrated H2S04 gave 6.1 g. BzH and 7.4 g. 
PhCH20Et 

(IV), b!8 80*, n20D 1.4960; a similar run with 25 cc. 2N H2S04 gave 
6.0 g. IV and 6.5 g. BzH. Ill (11.2 g.) in 110 cc. BuOH gave 7.4 g. 
PhCH20Bu, bl4 105-7*, n20D 1.4828, and 4.6 g. BzH. Ill (8.96 g.) 
in 100 cc. cyclohexanol containing a few drops concentrated H2S04 heated to 
50* gave 5.8 g. cyclohexyl benzyl ether and 3.3 g. BzH. Ill (4.5 
g.) and 12.0 g. PhOH treated at room temperature with about 0.05 cc. 
concentrated 

H2S04, kept 1 day, treated with dilute aqueous NaOH, and extracted with 
Et20 gave 

2.7 g. PhCH20Ph, m. 39-40', and 1.7 g. BzH. Picric acid (12 g.) in 
35 cc. Me2CO treated at room temperature with 4.5 g. Ill gave 1.6 g. 
2,4,6- (02N) 3C6H20CH2Ph, m. 143-5* (C6H6) , and 1.5 g. BzH. Ill (4.5 
g.) treated 2-3 min. with 15 cc. concentrated HC1 gave 100% N, 3.2 g. BzH, 



and 



PhCH2Cl. Ill with 66% HBr gave 81% PhCH2Br. Ill (4.5 g.) with 25 cc. 50% 
H2S04 gave 91% BzH and 1.3 g. PhCH20H. Ill (2.24 g.) in 50 cc. AcOH 
treated with a few drops concentrated H2S04, HC1, or H3P04 gave 100% N. Ill 
(9.0 g.) in 70 cc. AcOH and a few drops concentrated H2S04 kept at 20* 
and worked up in the usual manner gave 66% BzH and 4.8 g. PhCH20Ac, blS 
105-7*. p-MeC6H4S03H (15 g.) in 100 cc. moist Et20 treated with 
cooling with 4.5 g. Ill and worked up after 12 h.' gave 73% BzH and 4 g. 
p-MeC6H4S03CH2Ph (V), m. 58-9.5*. p-MeC6H4S03H (25 g.) in 60 cc. 
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H20 with 4.5 g. Ill yielded 1.6 g. PhCH20H, 0.4 g. V, and 80% BzH. Ill 
(2.2 g.) and 10 g. Ph2CHC02H in CHC13 treated with a few drops coned. 
H2S04 and worked up after 24 h. gave 0.9 g. BzH and 1.4 g. Ph2CHC02CH2Ph, 
m.34*. 111(2.24 g.) in CHC13 (or C6H6) treated with 10 mmol Ac02H 
gave 220-30 cc. N, BzH, BzOH, and 1.9-2.1 g. unchanged III. Ill (2.24 g.) 
and 4.0 g. Ph3P in 150 cc. EtOH refluxed 1 h. gave 1.3 g. Ph3P0 and 1.3 g. 
(PhCH:N>2 (VI), n. 92*. Ill (2.2 g.) in 30 cc. AcOH treated under 
C02 with 1 cc. satd. aq. KI and 5 cc. HCl and heated did not liberate 
iodine. Ill (1.12 g.) in 20 cc. AcOH warmed vith 0.5 g. Zn dust and 
worked up after 24 h. gave 0.45 g. VI. Ill (4.5 g.) in 60 cc. AcOH heated 
with excess Zn dust gave PhCH2NH2 (isolated as 0.6 g. HCl salt) and 
(PhCH2)2NH (isolated as 2.9 g. HCl salt). Ill (2.24 g.) in 290 cc. MeOH 
hydrogenated over 7 g. Raney Ni gave PbCH2NH2 (isolated as 1.9 g. HCl 
salt) and (PhCH2) 2NH (isolated as 0.3 g. HCl salt); the same result vas 
obtained simi larly with VI. The appropriate arom. azine (0.1 mol) in 
200-300 cc. CHC13 treated with stirring and cooling with 38 g. 40% Ac02H 
gave the corresponding arom. aldehyde, ArCHO; in this manner the following 
(ArCH:N)2 were cleaved (Ar, % yield of ArCHO, and % yield of ArC02H 
given): Ph, 80, 9; 0-C1C6H4, 84, 6i m-ClC6H4, 79, 5/ p-ClC6H4, 86, 6, 
p-Me0C6H4, 85, 7i p-H0C6H4, 75. -i p-HeC6H4, 8 5, 10. (PhMeC:N)2 and 
( P -MeC6H4MeC:N)2 gave similarly 88% PhAc and 91% p-MeC6H4Ac, resp. The 
appropriate aliph. azine, (RR'C:N>2, (0.1 mol) treated with cooling with 
0.2 mol 40% Ac02H gave the corresponding RR'CO and peroxide (R, R* , t 
yield of ketone, and % yield of peroxide given) : Me, Me, 30, 30 (triraeric, 
m. 97*) i Me, Et, 28, 18 (and a compd. m. 113*) i Et, Et, 82. 
15 (and a compd. m. 127*) ; Me, iso-Pr, 18, 12 (and a compd. m. 
115*) i Me, iso-Bu, 25, 11 (and a compd. m. 140*). 

Cyclohexylideneazlne gave similarly 22% cyclohexanone and a compd., m. 
171". 
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AB The replacement of an amino or alkylamino group by a hydrazine or alkyl 
hydrazine moiety in a variety of aralkylamines has yielded a group of 
potent central stimulants which produce their effect by a dual mechanism: 
(1) direct stimulation of the central nervous system (analeptic action), 
and (2) powerful inhibition of the enzyme monoamine oxidase which is 
responsible for the metabolic destruction of endogenous central excitatory 
hormones. Structure-activity relations are established and discussed. 
N-Aminoamphetamine displayed 40 times the monoamine oxidase inhibitory 
potency of iproniazid (Marsilid). The synthesis of the aralkyl hydrazines 
was accomplished by the reductive hydrazi no lysis of phenylalkanones or 
reaction of hydrazine with a phenylalkyl halide. It is demonstrated that 
the Raney Ni cleavage of substituted hydrazines constitutes a convenient 
means of obtaining pure primary and secondary amines. 
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AB Water and several organic liquids fora stable and finite contact 

angles on films of amylose acetate, propionate, butyrate, caproate, and 
bensoate, and also on films of Me and Et aoylose. A plot of the cosines 
of the contact angles on each polymer against the surface tensions of the 
liquids yielded characteristic lines somewhat curved and involving 2 
linear relations, one for each aain class of liquid. Hysteresis effects 
vere pronounced (10-30*) and there existed 2 characteristic lines 
for each polymer. The wettabilities of the same derivs. of amylose, 
amylopectin, and cellulose vere indistinguishable and established the fact 
that the surface properties were predominantly determined by the functional 
groups attached to the polymer chains rather than by mol. configurations. 
The wetting characteristics correlated with the chain lengths of the 
substituent groups. The angles on the opposite surfaces of films of 
amylose butyrate and ethyl am/lose were very little different for films 
stripped from substrates of Mylar, Kel-F, and Teflon, but the angles vere 
much lower and less reproducible on surfaces stripped from Hg. Induced 
orientation was postulated. 
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AB The contact angles of water and organic liquids were measured on films. 

OH- containing liquids tended to form unstable angles, with complications due 
to sorption and swelling effectsi however, the initial advancing contact 
angles of water on starch and cellulose films were finite, ranging from 83 
to 15' depending on the degree of prior equilibration. Only on 
starch was a ■table finite water contact angle (of 40') 
found. Raw cotton fibers were very hydrophobic and the impurities 
responsible vere progressively removed by solvents and alkali. A number of 
organic liquids, mainly of halogenated type, formed stable, finite, 
and reproducible contact angles on these polymer surfaces. Linear 
relations held between the cosines of the contact angles and the surface 
tensions of the respective liquids. Each of the polymers possessed a 
characteristic line and the several lines extrapolated to critical surface 
tensions between 35 and 42 dynes/cm. The relative positions of these 
lines suggested that the wettabilities, and free surface energies, of the 
polymers increase in the order starch, amylopectin, amylose, poly (vinyl 
ale), cellulose. In contrast to some other types of polymers, small, or 
negligible, hysteresis effects vere found. Films were prepared by casting 
from solns. onto various substrates and stripping off. The wetting 
characteristics of the air sides and the substrate sides of these foils 
were significantly different, with the effects being most pronounced for 
amylose and least for poly(vinyl ale). Induced orientation was 
postulated and the polar-inducing order of substrates was glass, Hg, 
Lucite, Mylar, polystyrene, air, Kel-F, and Teflon. 
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The bodies are treated with substituted NH4 ions derived from aromatic N 
compds., e.g., N, N -dime thy lbenzyl amine, dibenzylamine, dipbenylguanidine, 
1, 3-di-o-tolylguanidine, o-diraethylaminomethylphenol, 2- 
dimethylarainoraethyl-4-tert-butylphenol, 2-dimethylaminomethyl - 4 - 
(1,1,3,3 - tetramethylbutyl) phenol, and 2,4,6- 
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AB In the hope that Raney Cu as a hydrogenation catalyst might help to 

resolve problems of selective reduction, it was prepared with the same care 
and under similarly varied conditions as Raney Ni. The alloy containing 501 
Al, 451 Cu, and 51 Zn was powdered and separated into 170-, 270-, and 
325-mesh 

particles. Catalyst A was prepared according to Fauconneau (C.A. 31, * 
3217.1). Adding in small portions during 20 rain. 30 g. of the alloy of a 
given mesh to a stirred and refluxed (at a constant temperature) solution 
of 60 g. 

pure NaOH in 140 cc. H20, keeping the mixture at the same temperature 50 
min., cooling, decanting the solution, and washing the catalyst with 12-15 



1. 



distilled H20, twice with 100 cc. ale, and 3 times with 100 cc. Me2CO gives 
catalyst B, kept under Me2C0. The reductions were carried out in a Parr 
bomb capable of withstanding 400 ataospheric/sq. cm. at temps, up to 400' 
with com. electrolytic H from a cylinder under 150 atmospheric The amount 

compound to be reduced, its m.p. or b.p., weight of catalyst (and in 

parentheses the temperature at which it was prepared and its mesh value), H 

absorbed (from difference between initial and final pressure), time and 

temperature of heating, product, its m.p. or b.p. and I yield are: 0.33 mole 

cyclohexene, b. 82.5, 4 g. A (0* and 170), 0.34 mole H, 1 hr., 

170-200', cyclohexane, b. 80*, 100; 0.33 mole anethole, bl5 

109*, 4 g. A (0* and 170), 0.33 mole H, 40 min., 

150-80*, p-MeOC6H4Pr, bl2 90*, 100; 0.15 mole PhCH:CHCH20H, 

m. 33*. 2 g. A (0* and 170), 0.18 mole H, 1 hr., 

170-210', Ph(CH2)30H, b32 140*, 100; 0.05 mole anthracene 

(I) (in 150 cc. PhMe), -. 2 g. B (90* and 325), -, 45 min., 

250*, 9, 10-dihydroanthracene (II), m. 170', 100; 0.2 mole I 

(in 100 cc. PhMe), -, 4 g. B (60* and 270), 0.2 mole H, 2 hrs.. 

300", II, -, 100; 0.15 mole phenanthrene, m. 99*. 5 g. B 

(90* and 325), 0 mole H, 1 hr., 300' , -, -, -; 0.2 mole 

C10HB, m. 80', 2 g. A (0* and 170), 0 mole H, 2 hrs., 

300', -, -; 0.45 mole AcEt, b. 79', 2 g. A (0* and 

170) (activated by 0.15 cc. 401 NaOH), 0.48 mole H, 40 min., 

200-30*. 2-butanol, -, 100; 0.32 mole iso-PrAc, -, 3 g. A 

(0' and 170) (activated by 0.15 cc. 401 NaOH), 0.3 mole H, 1 hr., 

150-70*. iso-PrCH(OH)Me, -, 100; 0.24 mole (iso-Bu)2CO, ra. 

168*, 3 g. A (0* and 170) (activated by 0.3 cc. 401 NaOH), 

0.22 mole H. 2 hrs., 180-200*, (iso-Bu) 2CH0H, b. 173', 95; 

0.5 mole PrCHO, b. 75', 4 g. A (0* and 170) (activated by 

0.2 cc. 401 NaOH), 0.S1 mole H, 40 min., 200-30', BuOH, -, 100; 0.5 

mole MeCH:CHCHO, b. 101', 3 g. B (60* and 170) (activated by 

0.4 cc. 401 NaOH), 1.04 mole H, 75 rain., 180-200', BuOH, b. 

116", 100; 0.5 mole Me2C:CHAc, b. 130', 3 g. A (0* 

and 170) (activated by 0.3 cc. 401 NaOH), 0.98 mole H, 1 hr., 

170-200', iso-PrCH2CH(GH)Me, b. 131*, 95; 0.57 aole 

cyclohexanone, b. 155* , 3 g. A (0* and 170) (activated by 

0.2 cc. 401 NaOH), 0.56 mole H, 40 rain., 160-B0', cyclohexanol, b. 

159', 100; 0.33 mole isophorone, bl6 93', 3 g. B (90* 

and 325), 0.67 aole H, 75 min., 150-70', 3,3,5- 

triraethylcyclohexanol, ra. 54', 100; 0.1 aole PhCH:CHAc, a. 

39', 2 g. A (0* and 170), 0.19 mole H, 45 min., 

180-210*, Ph(CH2)2CH(0H)Me, bl8 127*, 90; 0.042 mole 

(PhCH:CH)2C0, m. 112*, 2 g. A (0* and 170) (activated by 0.2 

cc. 401 NaOH). 0.11 mole H, 1 hr., 170-200*, {Ph(CH2)2)2CHOH, ra. 

44*, 90; 0.23 aole BzH, -. 2 g. A (0* and 170), 0.3 or 0.47 

aole H, 1 hr., 150-75* or 200-30', 901 PhCH20H and 51 PhMe 

or PhMe, -, -; 0.05 or 0.2 aole, PhAc, bl8 92', 3 g. A (0* 
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and 170) (activated by 0.2 cc. 401 NaOH) or 3 g. B (50* aod 325), 
0.6 or 0.39 nole H. 1 Qr., 150-75* or 200-40', PhBt aod 

PhCH(OH)Me, or PhEt, -, 10, 85, and lOOi 0.11 or 0.5 nole, Ph2CO, a. 

48*, 3 o. B (SO* and 170 or 60* and 270), 0.1 or 1.2 

mole H, 1 hr., 150* or 230-50*, Ph2CHOH or Ph2CH2, -, -, 95 

and 100) 0.1 colt benzoin, -, 3 g. A (0' and 170) (activated by 0.2 

cc. 40% NaOH), 0.11 or 0.29 nole K, 1 hr. or 20 min., 150* or 

250*. [PhCH(OH))2 or (PbCH2)2, -, -, 95 and 100) 0.2 nole RCHiCHBr 

(R - 2-furyl) (in 100 cc. MeOH) , 2 or 3 g., B (50* and 325) 

(activated by 0.15 cc. 401 NaOH), 0.5 or 0.6 sol* H, 80 can., 

160-80* or 200-30*, R(CH2) 2CH(OH)Fh, b2 100* or 

R(CH2)3Ph, b2 100* , 95 or 100) 0.58 mole 2-furaldehyde, bl5 

54*, 3 g. A (0* and 270) or B (SO* and 325). 

(activated by 0.2 cc. 40% NaOH) , 0.62 or 1.01 moles H, 50 nin. or 2 hrs., 

150-65' or 200-40*. furfuryl ale. (Ill), blS 68*, or 

III and 2-methylfuran, 95, or 20 and 70* 0.3 mole PhCN, -, 2 g. A 

(0* and 170), 0.S8 nole H, 1 hr., 180*, PhCH2NH2, -, and 

(PhCH2)2NH, 40 and 45) 0.1 mole coumarin (in 50 cc. MeOH), 1 g. A 

(0* and 170) or 2 g. B (60* and 170), 0.07 or 0.3 mole H, 45 

mln. or 2 hrs., 140-60' or 210-40', hydrocounarin, b20 

165*, or o-H0C6H4CH:CHCH20H, benzoate, m. 98*, 100 or 90) 

0.1 mole 2-naphthol, -, 2 g. B (50* and 170) (activated by 0.2 cc. 

NaOH), 0.18 mole H, 2 bra., 260-80*, tetrahydro-2-naphthol, b3 

117*, 80i 0.5 mole 1-naphtbol, 3 g. A (0* and 170) 

(activated by 0.2 cc. 40% NaOH), 0.24 mole H, 80 nin., 270-90*, 

1, 2,3, 4-tetrahydronapbtbalene, b. 204*, 40> 0.2 or 0.1 or 0.1 mole 

PhN02, 3 g . B (60* and 270) or (90* and 325) (activated by 

0.3 cc. NaOH) or (90' and 325) (activated by 0.3 cc. Et3N) , 0.6 

or 0.27 or 0.27 mole H, 90 or 45 or 45 min., 170* or 140* or 

140*, PhNH2 in all 3 cases, 100 in all cases; 0.072 mole 

P-02NC6H4NH2 (in 50 cc. C6H6) , 1 g. B (90* and 325) (activated by 

0.4 cc. Et3N), 0.24 mole H, 15 min., 240-60*, p-C6H4 (NH2) 2, 100) 

0.036 mole O-02NC6H4NH2 (in 50 cc. C6H6) , 1 g. B (70* and 

270') (activated by 0.2 cc. Et3N) , -, 10 min., 220-50*, 

o-C6H4 (NH2) 2, -, 95) 0.072 mole m-02NC6H4NH2 (in 25 cc. C6H6) , 1 g. B 

(90* and 325) (activated by 0.4 cc. Et3N) , 0.25 mole H, 15 min., 

230-50*. m-C6H4(NH2)2, -, -) 0.15 mole p-02NC6H40H (in 50 cc. 

C6H6), 3 g. B (70* and 325) (activated by 0.3 cc. 40% NaOH), 0.42 

mole H, -, -, P-H2NC6H40H, -, 100) 0.05 mole ra-C6H4 (N02) 2 (in 25 cc. 

C6H6), 1 g. B (90* and 325) (activated by 0.2 cc. 40% NaOH or. 0.2 

cc. Et3N), 0.19 or 0.36 mole H, 30 or 15 min., 180-200' or 

250", m-02NC6H4NH2 or ra-C6H4 (NH2) 2, -, -, -, -) 0.025 mole 

o-C6H4(N02)2 (in 50 cc. PhMe) , 1 g. B (60* and 325) (activated by 

0.2 cc. Et3N), 0.02 mole H, 35 or 25 nin., 200' or 245*, 

0-02NC6H4NH2 or o-C6H4 (NH2) 2, -, -, -, -) 0.025 mole p-C6H4(N02)2 (in 50 

cc. PhMe), 1 g. B (60* and 325) (activated by 0.2 cc. Et3N), 0.02 

mole H, 30 or 40 min., 200* or 250', p-02NC6H4NH2 or 

p-C6H4 (NH2)2, -, -, -, -. Tbus hydrogenation in the presence of Raney Cu 
can be applied to tbe selective reduction of many types of compds. contg. 
several reducible groups. 
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AB cf. C.A. 49, 13261b. Tbe influence of ring size, conjugation, and 

functional groups on the enamine-imine tautomerism of some cyclic and open 
unsatd. organic bases has been investigated by spectrophotometry methods. 
Most secondary or primary vinylamines described in the literature appear 
to be imines. Hexahydroindole (I) (50 mg.) in dry Et20 treated with 0.8 
equivalent 0.1N HC1 in Et20, and the colorless precipitate washed with Et20 

and 

recrystd. from CHCl3EtOAc gave I.HC1, very hygroscopic crystals, m. 

160-2' (all m.ps. are corrected). Cyclohexanone anil (II), b0.2 

79* treated with HC1 in Et20 and the crystalline precipitate washed with 

Et20 

gave II.HC1.0. 5H20, colorless rods, m. 131-3", with bubbling 
(sublimed above 100*)) attempted recrystn. from EtOH-Et20 gave 
PbNH2.HCl. m. 198*. Cyclohexylidene-ani line (88 g.), b0.3 
78*, treated 15 h. with a lively stream of 0 at 80* and the 
mixture extracted with Et20, C6K6, and MeOH left compound C18H20N2O2 (III), 
rectangular prisms, m. 239-40' (from MeOH). Tbe oxidation mixture of 
another run digested with warm CHC13, the dark solution extracted with 
saturated aqueous 

NaHC03, the extract acidified with AcOH and extracted with Et20, and the 
extract 

worked up gave 0.28 g. acidic fraction) the CHC13 solution extracted with 2N 
alkali and the extract neutralized with AcOH and extracted with Et20 gave a 
phenolic fraction (0.49 g.), light brown viscous liquid, which darkened in 
air) the CHC13 solution extracted with 2N HC1, and the extract adjusted to 
pH 6 to 

give PbNH2 and then adjusted to pH 8 gave strongly basic material 
C23H30N203, plates, m. 157-9' (from MeOH)) the residual CHC13 extract 
evaporated to dryness and tbe C6H6-soluble part of tbe residue 
chromatog raphed on 

A1203 with hexane gave a compound C18H16N2, large colorless plates, m. 
109-10.5' (from pentane)) the C6H6-insol. part of the neutral 
fraction gave more III, m. 239-40*. Et p-arainocrotonate (IV) 
in Et20 treated with HC1 in Et20 gave MeC(:NH)CH2C02Et, crystalline powder. 
2-Carbethoxycyclopentanone treated with dry NH3 gave 2- 
carbethoxycyclopentenylamine (V), colorless plates, ra. S9* (from 
petr. ether). V in Et20 treated with picric acid (VI) in Et20 or with HC1 
gave NH4 picrate or NH4C1. 2-Carbetboxycyclobexanone treated with dry NH3 
gave Et tetrahydroanthranilate (VII), colorless scales, m. 75'; it 
gave with VI or HC1 in Et20 the NH4 salts. Hydratropic aldehyde (VIII) (2 
g.) in 10 cc. MeOH saturated at 0* with dry NH3 and kept 4 days at 
-5* yielded 1.7 g. MePbCHCH:NH (IX), colorless rectangular prisms, 
ra. 98-105*. MeOH saturated at -5* with NH3 added to VIII in 
MeOH and kept overnight gave IX, nicrocryst. powder, n. 100-5" 
(from EtOH). VIII in EtOAc treated with NH3 with or without cooling gave 
hexagonal prisms, m. 96-8* (clear at 102*). IV, V, VII, and 
IX showed 1 single NH band at 3.05, a very sharp and strong C:NH band at 
6.02, and bands at 6.24, 6.70, 6.89, 7.28 (C-CH3) . The addition of 0.1N 
CC13C02H in CHC13 to the imine in CHC13 gave a C:0 band at 5.82, but no 
ammonium or imaonium bands. IX (2.5 g.) refluxed 2 b. with 100 cc. 20% 
KOH in MeOH gave colorless, hexagonal crystals, m. 135-7* (from hot 
EtOH). VIII (5 g.) in 10 cc. MeOH saturated at 0* with dry Me2NH, tbe 
solution slowly evaporated in a vacuum desiccator, the residue digested with 
5-Cc. portions petr. ether in the cold, and the exts. kept in the cold 
room gave a compound C11H15N02. 1/3H 20 (X), sheaves of glistening, 
colorless, hygroscopic needles, ra. 150-2" with crystalline 
transformation at 112-20". Excess dry Me2NH passed below 
50* through 5 9. VIII and tbe mixture extracted with Et20 gave soae X) 
the reaction product distilled gave MePhC:CHNMe2 (XI), colorless raobile 
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bl 52) it turned yellow in air and light. Tbe IR absorptions of XI are 
given. XI in Et20 treated with HC1 in Et20 gave Me2NH.HCl. XI with VI 
gave Me2NH picrate. VIII (4.47 g.) treated with 4.0 g. p-MeOC6H4NH2 in 15 
cc. MeOH and the cryst. product recrystd. from MeOH gave the p-me thoxyani 1 

(XII) of VIII, m. 70-80" (clear, slightly yellow melt at 

92")) turned yellow and sticky in air. XII in CHC13 autoxidized so 
rapidly that it exhibited the same NH and CO bands as p-MeOC6H4NHCH0 

(XIII) . XII in Et20 or EtOAc shaken under 0 consumed 1 mol 0 rapidly) the 
oxidized soln. strongly liberated iodine during and shortly after the 0 
uptake. The residue from autoxidized solns. (crystals embedded in a 
slightly yellow oil) triturated with petr. ether in tbe cold, and the 
crystals recrystd. from Et20 gave XIII) the petr. ether soln. evapd. and 
the residue treated with 2,4- (02N) 2C6H3NHNH2 gave 2, 4- (02N) 2C6H3NHN:CMePh, 
ra. 248-50". VIII (4.47 g.) in 20 cc. C6H6 refluxed 0.5 h. with 3.1 

g. PbNH2 with azeotropic removal of 0.6 cc. H20 and evapd. in vacuo 
yielded the anil (XIV) of VIII, long silky, colorless needles, ra. 
134-6", which showed a strong and narrow NH band at 2.98, a very 
strong C:N band at 6.05, very strong Ph at 6.28, and weak C-CH3 at 
7.25ji. XIV gave XIV. HC1, irridescent scales, ra. 244-8" 
(sublimed at 150*)) sharp NH at 2.98n in CHC13, traces of 
ammonium and immonium bands, strong band at 6.05 in CHC13 and 5.87p. in 
Nujol. Pb2CHCH0 (4 g.) (from hydrobenzoin) in 10 cc. EtOH satd. at 
0" with dry NH3 and kept at -5" gave Ph2CHCH:NH (XV), hard 
colorless crystals, ra. 75-82*) 2 strong bands at 6.02 and 6.10 
indicative of a raixt. of imine and enamine. The same reaction in 10 cc. 
EtOAc gave after 48 h. XV.0.25AcOEt, fine fluffy needles, ra. 91" 1 
NH2 at 2.97 and 3.05, CO at 7.75 (EtOAc), strong imine at 6.01, weaker 
enamine at 6.11. A similar run but in Et20 gave colorless hard pellets, 
m. 91 *t weak band at 6.11) the Et20 mother liquor kept 3 days at 
-5* gave colorless needles, ra. 89") pure imine 

2.97, 3.06 and bonded secondary NH. Solns. of the various XV prepns. in 

CS2 dild. carefully with petr. ether and kept 24 b. at room temp, gave 

(Ph2C:CH)2NH, silky colorless needles, ra. 148-50") strong and 

narrow NH band at 2.98. XV and p-MeOC6H4NH2 (equimol. amts.) warmed in 

MeOH and allowed to stand deposited tbe p-me thoxyani 1 (XVI) of XV, silky, 

hygroscopic, very unstable needles, m. 48" (cloudy) with sintering 

at 40" and clearing at 75*) sharp and narrow band at 2.97 in 

CHC13 and at 2.98 at 5.91i* indicative of XIII formed by rapid autoxidn. 

XVI (3 g.) in 20 cc. EtOAc absorbed within 20 min. 235 cc. 0 when agitated 

under 0) the oxidized soln. gave a hydroperoxide test (neg. after 2 h.)> 

tbe soln. coned, and dild. with petr., ether deposited XIII, rosettes of 

short rectangular rods, ra. 80-2*. Dehydrobuf otenine (XVII) picrate 

(30 mg.) in 3 cc. 2N HC1 extd. with EtOAc, and the aq. soln. coned, in a 

desiccator gave XVII.HCl, long colorless needles, losing their 

transparency above 100", charring at 215", and progressively 

darkening and decompg. without melting up to 300*. Free 

dihydroberberine, prepd. from tbe ye How- red HC1 salt from the filtrate of 
oxoberberine, recrystd. from C6H6 gave pur« material, yellow 
prisms with a green tinge, m. 1S7-9* (decompn. starting at 
146*) . 

1956:77615 CAPLUS 
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Infrared diagnosis of the hydrochlorides of organic 
bases. III. Imine-enamine systems and the raechanisra of 
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AB A number of secondary amines was subjected to the Sommelet reaction. 
PhCHZNH-Me, PhCH2NHCHMe2, (PhCH2) 2NH, (p-02NC6H4CH2) 2NH (I ) , and 
(p-Me02CC6H4CH2) 2NH (II) gave the corresponding aromatic aldehyde in IS, 
6, 25-30, 31-48, and 12.21 yield, resp. The Sommelet reactions were 
carried out by reflexing O.O05-O.O2 nole of the appropriate amine (or HCl 
salt) and 0.01-0.04 nole hexamine in 20 cc. 50% AcOH 1 hr. at which time a 
2nd. amount of hexamine equal to the 1st was added, refluxing 1 hr., 
acidifying strongly, boiling, cooling, and extracting with Et20, and 
neutralizing the extract with 201 aqueous Na2C03 and processing. The 
aldehydes 

formed were determined by diluting the residue with H20 or EtOH to a 
solution of 10.0 

+ 10-5M and measuring the optical density. In the reaction with II, 
the solid aldehyde was determined as such. BzH (106 g.) treated with 
vigorous 

shaking with 110 g. 35% aqueous MeNH2, the mixture refluxed 0.5 hr. and 
cooled, 

and the upper layer worked up gave 85.7 g. PhCH: NMe (III), colorless 
viscous oil, b. 180-1*, nD20 1.5540. Ill (60 g.) in 125 cc. absolute 
EtOH hydrogenated at 80* and 100 atmospheric pressure over Raney Ni 
yielded 37.0 g. PhCH2NHMe (IV), b. 182-8*. Crude IV in 27 cc. 
concentrated H2S04 and 81 cc. H20 refluxed 0.5 hr., cooled, washed with 

Et20, 

strongly basified with KOH, and extracted with Et20 yielded pure iv, 
b. 184-5*, nD20 1.5235. BtH (1.0 mole) and 1.0 mole iso-PrNH2 gave 
similarly 0.415 mole PhCH2NHCHHe2, blO 93*, nD20.5 1.5020. 
P-02NC6H4CH2C1 (51.3 g.) and 300 cc. concentrated NH40H heated until the 
resulting oil solidified, the solid filtered off and extracted with 1 1. 
boiling 1:1 HCl, and the extract cooled deposited 8.3 g. I. HCl, m. 
217.5-19*. p-BrCH2C6H4C02Me (V) was converted by the method of 
Emerson and Heimsch (C.A. 46, 1391) to 85.8% II.HBr and this further to 
II. HCl, ra. 254.5-5.5* (corrected) (from boiling H20) . p-Me0C6H4CH0 (60 
g.) in 100 cc. PhMe refluxed 1.5 hrs. with 48.2 g. PhCH2NH2 and the PhMe 
removed gave p-He0C6H4CH:NCH2Ph (VI), white waxy solid, m. 
39.9-40.8*, b. 176-81*. VI (88.3 g.) hydrogenated at 
100* and 1500 lb. pressure over Raney Ni yielded 50.0 g. 
p-MeOC6H4CH2NHCH2Ph (VII), b3 170-2" » VI I. HCl, a. 214-15*. 
P-HOC6H4CHO and PhCH2NH2 gave 95.3% p-H0C6H4CH:NCH2Ph (VIII), m. 
208-1*. VIII (23.0 g.) in 300 cc. EtOH hydrogenated at 25* 
and 1500 lb. over Raney Ni, filtered, diluted with 5 vols. H20, and 
extracted 

with Et20, and the extract saturated with dry HCl yielded 18 g. 
p-HOC6H4CH2NHCH2Ph (IX) .HCl, ra. 217-19*. PhCH2NH2 (53.6 g.) and 
42.9 g. p-02NC6H4CH2Cl in 250 cc. EtOH refluxed 4 hrs., diluted with 900 cc. 
H20, and extracted with Et20, the extract evaporated, and the residue 
treated with 

boiling 2% HCl gave 29.6 g. p-02NC6H4OI2NHCK2Ph (X).HC1, m. 248* 
(decomposition) (from absolute EtOH). PhCH2NH2 and X gave similarly 34.2% 
p-Me02 

CC6H4CH2NHCH2Ph (XI). HCl, m. 233-4*. p-MeOC6H4CH2NH2 (XII) and 
P-02NC6H4CH2C1 yielded 31.6% p-02NC6H4CH2NHCH2C6H40Me-p (XI la) .HCl,. m. 
222-3*. XII and V gave 24.6% p-Me02CC6H4CH2NHCH2C6H4OMe-p (XIII). 
HCl, m. 24 5-6* . The Sommelet reaction was carried out with the 
following amines (% yields of resulting aldehydes given): VII, 51.1 (46.2, 
57.1) BzH, 27.6 (23.1, 29.9) p-Me0C6H4CH0; IX, 53.9 (59.2) BzH, 10.8 (8.6) 
P-H0C6H4CH0; X, 44.9 (46.2, 30.6) p-02NC6H4CHO, 23.9 (23.2, 12.7) BzH» XI, 
36.0 (36.0) p-Me02CC6H4CHO, 25.5 (24.1) BzHj Xlla, 34.6 p-HeOC6H4CHO, 26.0 
P-02NC6H4CHO; XIII, 29.8 (34.0, 33.7) p-MeOC6H4CHO, 30.7 (30.3, 30.8) 
p-He02CC6H4CHO. Hexamine (18.6 g.) in 175 cc. CHC13 heated about 5 min. 
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with 30.6 g. V yielded 45.4 g. p-carbomethoxybenzylhexaminium bromide 
(XIV), m. 175* (decompn.). XIV (14.84 g.) in 40 cc. 50% AcOH 
heated 2.75 hrs., acidified strongly with coned. H2S04, cooled, and extd. 
with Et20, the ext. neutralized with 20% aq. Na2C03 and evapd. , and the 
crude product (5.4 g.) recrystd. from petr. ether yielded 4.9 g. 
pure p-Me02CC6H4CHO, m. 62-3*. 
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AB The oxidation of VIII with Br in EtOH and with Me3COCl followed by 

reaction with base has been studied. Two reaction paths are proposed, one 
to form (PhCH2)2 (XX) by an unusual N evolution and the other for the 
formation of a tetrazene and its decomposition products PhQI2NH2, (PhCH2)2NH 

(XXI) , and BzH. From the Br oxidation, EtOBz was also isolated. From the 
oxidation with Me3COCl in addition to normal products some (PhCH2) 2NNHCH2Ph 

(XXII) was found. The oxidation of I with KMn04 was examined and the 
products compared with the previously reported (C.A. 48, 5119a) Br 
oxidation of the same compound It is concluded that resonance 
stabilization of the intermediate after loss of N favors the 

abnormal reaction, that is the N elimination without tetrazene formation. 
VIII (42.4 g.) 1200 cc. EtOH, and 600 cc. H20 treated dropwise with 70.4 
g. Br, the mixture stirred 21 hrs. at room temperature (3.047 1. N was 
evolved 

after 3 hrs.), the mixture concentrated to 800 cc, and the crystalline 
deposit 

filtered off gave 14 g. XXI, ra. 265-6* (from EtOH-Et20) (all m. ps. 
are corrected); the acidic filtrate diluted with 1.4 1. H20 and extracted 
10 times 

with Et20, the extract washed neutral with H20, dried, and evaporated, the 
residue distilled, the white solid deposit (in the condenser) dissolved in 
Et20, washed with 5% aqueous KOH, H20, aqueous NaHS03, and H20, dried, and 
evaporated, 

and the residue (3.3 g.) recrystd. from aqueous EtOH gave XX, ra. 52-3* » 
the liquid fraction of the distillate treated with 40% aqueous NaHS03 and 
extracted 3 times with Et20, the extract washed again twice with 40% 
aqueous NaHS03, 

and the addition product (10.4 g.) decomposed gave BzH (2,4- 
dinitrophenylhydrazone, m. 234-6*) i the Et20 extract from the aqueous 
NaHS03 phase dried and evaporated, and the residue fractionated several 

times 

gave 2.44 g. slightly impure EtOBz, b3.25 64.5-67*, nD26 1.5090. 
The Et20-extracted aqueous acidic layer cooled, basified strongly with 
solid KOH, 

and extracted 5 times with Et20, and the extract dried and fractionated 
gave 5.1 

g. PhCH2NH2, bl.3 36-8', bl.75 42', nD25.5 1.5385 [picrate, 

ra. 196-8* (decomposition)), and 3.4 g. XXI, b0.6 102', nD25.5 

1.S720 (picrate, m. 91-3*). I oxidized in the usual manner with 

KMn04, but the Et20 solution of the mixture chromatographed on A1203 with 

dry 

Et20 gave 1.35 g. mixed cis- and trans-III, m. 161.8-2.8*, followed 
by 1.3 g. tetrazene of I. VIII (15 g.) in 150 cc. dry Et20 treated 
carefully dropwise at 0* with 8.08 g, 95% Me3C0Cl during 15 min., 
the mixture treated with excess KOH pellets and then 40 cc. absolute EtOH, 
warned to rooa temperature, stirred overnight, and filtered, the filtrate 
evaporated 

at room temperature, the residual mixture of oil and solid filtered, the 
filter 

residue washed with Et20, and the extract dried and evaporated gave 2.3 g. 
tetrabenzyl tetrazene, a. 99-100*/ the oily filtrate distilled gave 
1.05 g. XX, b0.65 85.5*, nD27 1.5581, m. 52-3*» the next 
fraction of the distillate dissolved in Et20 and filtered, and the 
filtrate washed with 20% HCl and evaporated gave 0.6 g. XXI. HCl, a. 
250-6** the combined original Et20 solution and the Et20 extract from the 
aqueous acidic layer dried and evaporated gave 0.7 g. XX, m. 49-52* » the 
aqueous acidic layer basified gave 0.35 g. dark oil which gave only saall 
ants, impure XXII. In another run separation of the tetrabenzyltetrazene 
followed by acid and base extraction of the mixture gave a neutral fraction 

which 
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distd. yielded 4.51 XXII, a- 86-7' [picrate, m. 140-1' 
(decoapn.)l . A subsequent fraction of the original distn. dissolved in 
Et20 and filtered, and the filtrate treated with 20 cc. 25% HC1 gave 1.2 
g. XXI. HC1; the aq. layer gave an addnl. 2.1 g. XXI.HCli the Et20 layer 
dried and evapd., and the solid residue (0.4 g.) recrystd. from EtOH gave 
trans-stilbene, a. 117-20*. The last fraction of the distn., a 
light green-yellow oil, dissolved in Kt20 treated and with HCl gave a 
white ppt. of XXI. HCl in the Et20 phase* in another run the oil 
fractionated gave a distillate, b6 192*; the Et20 ext. evapd. and 
the residual sweet smelling reddish purpl* oil treated with 
2.4-(02N)2C6H3NHNH2 gave 2, 4- (02N) 2C6H3NHN : CHPh, a. 237-8*; 
however, the oil distd. gave a solid which could not be purified 
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GI For diagraa(s), see printed CA Issue*. 

AB The rearrangements of various substituted isoindolinium bromides through 
the agency of intermediate "ylides" ar* discussed at length. To 100.8 g. 
BzH in 300 ml. MeOH at 0' was added dropwise 107.2 g. PhCH2NH2, 
followed, after standing at room temperature and brief heating, by a 5-hr. 
hydrogenation with Raney Ni at 45-50*. giving 861 (PhCH2)2NH (I), 
b0.14 126-8*; Bz derivative, m. 112.0-12.8* (cf. Franzen, CA. 
3, 2562). To 92.4 o-c6H4 (CH2Br) 2, m. 93-4.5*, in 250 ml. 
CHC13 at 0* was slowly added 157.8 g. I in CHC13, giving 95.1 gt 
2, 2-dibenzylisoindoliniura bromide (II). m. 223.3*-4.$* (from 
EtQH-AcOEt, 4:1); corresponding iodide, m. 196.5-7.5*. II (9.5 g.) 
in 10 ml. Et20 with 32.5 ml. 0.83N PhLi in Et20 reacted exotheraically, 
giving (presumably) the corresponding "ylide," which then rearranged to 
o-C6H4.CH2.NCH2Ph.CHCH2Ph; this, when heated at lOO'/O.l 
mm., gave PhMe (condensed at -80"). The corresponding still 
residue in Et20 kept 4 days at room temperature with 3.6 g. MeBr formed 1.8 

g. 

1, 2 -di benzyl -2 -methyl isoindolinium bromide (III), m. 208.5-9.0* 
(also formed, but ra. 211.2-11.4', from l-benzyl-2- 
methylisoindoline, bO.Ol 105-8*, and PhCH2Br) . The Et20 filtrate 
from III with 1.96 g. maleic anhydride gave, within 3 days, 0.94 g. 
(crude) IV, m. 152-2.5* (after trituration with EtOH and crystallization 
from AcOEt-petr. ether). The filtrate from IV, evaporated, gave 1.89 g. of 

a 

tertiary amine, C22H21N, ra. 70-70.5* (from MeOH), whose infrared 
absorption spectrum indicated a Me group, which may have resulted from a 
Sommelet rearrangement; its structure, while still somewhat uncertain, is 
probably that shown by 2-benzyl-l- (o-tolyl) isoindoline (V). To 
12.5 g. 2,3-C10H6Me2 in 130 ml. dry CC14 in a quartz vessel was added 28.5 
9. purified N-bromosuccinimide mixed with 0.2 g. Bz202 and the 
mixture refluxed and irradiated 40 rain, with ultraviolet light, giving 14.5 
g. 2,3-C10H6(CH2Br)2 (VI), m. 144.3-5.5* (fromCHC13), 3.1 g. of 
which in 20 ml. CHC13 with 1.2 g. Me2NH, kept sealed 48 hrs. at room 
temperature 

and then heated several hrs. at 50', evaporated, extracted with H20, and 
made alkaline, gave 2.2 g. 2, 2-dimethyl-5, 6-benzisoindolinium bromide (VII), 
m. 284-4.5* (from EtOH); corresponding iodide, m. 285-6*. 

VII (3.06 g.) in 5 ml. absolute Et20 under N was stirred with 11 ml. 1.09N 
PhLi at 18* (and in a series of other expts. at 2", 

15*. and 30*) in a fully described apparatus provided with an 
electromagnetic stirrer, which could be sealed off, but which also 
permitted the collection and quant, determination in a gasometer of CH4 
evolved 

during the reaction. When VII had reacted almost completely, the Et20 
solution, which had been brown, returned to yellow, and the CH4 approximated 
501 of that theoretically possible (actually 47% vhen carried out at 
18*). This would correspond to a 501 yield each of 

2-methyl-5, 6-benzisoindole (VIII) and 1, 2-dimethyl-5, 6-benz isoindoline 
(IX). Although the presence of VIII was indicated by a pos. Ehrlich test, 

VIII could never be isolated, nor could any adduct with maleic anhydride 
be obtained. This failure is ascribed to the extreme sensitivity of VIII 
to 0 and acids. On the other hand, 1 g. IX was isolated from the Et20 
solution, and after extensive purification, including sublimation 

at 80-100*/0.01 mm., it m. 91-2* (from Et20) ; picrate, m. 
187-7.5'; MeBr derivative, m. 240-1* (from BuOH) . An Et20 solution 
of all nonvolatile reaction products (when PhLi reacted at 30" with 
VII) gave with maleic anhydride the acid maleate of IX, C18H1904N, ra. 
170.5-1.0" (from AcOEt) , readily reconverted into IX by warming 
with aqueous NaOH. To 28.3 g. VI in 450 ml. Me2CO at 40' was added 
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over a 7-hr. period 15.3 g. piperidine in 450 ml. Me2CO, the mixt. boiled 
15 rain., and the cooled, filtered product extd. exhaustively with hot 
Me2CO, giving 21.2 g. 2, 2-pentamethylene-5, 6-benzisoindolinium broraide 
(X), ra. 299-300* (from EtOH) . X (3.2 g.) shaken 8 hrs. at 
45* with 11.4 ml. N PhLi in Et20, followed by evapn., distn. at 
130-40/0.01 mm., extn. of the cryst. distillate with Et20 and 181 HCl, and 
treatment with aq. NaOH gave 18.5% 1, 2-pentaraethylene-5, 6-benzisoindoline 
(Xa) , C17H19N, m. 101-2' (from MeOH after sublimation at 
95*/0.01 mm.). From l,2-C10H6Me2 in CC14 and N-bromosucciniraide 
and Bz202 was formed 54.7% 1, 2-C10H6(CH2Br) 2 (XI), m. 148.5-9.5' 
(from CHC13) , which (as in the synthesis of VII) gave rise to 41% 
2, 2-dimethyl-4,5-benzisoindolinium bromide (XII), m. 184-5' 
(decompn.) (from BuOH by addn. of ligroine and cooling to -20'). 
This reaction also gave various yields of 1, 2-C10H6(CH2NMe2) 2, bO.Ol 
92-3*, up to 4 8.8% (vhen as much as 38 raillimoles Me2NH was used in 
the reaction), in which case only 30% crude XII was formed. At 
30*. 2.8 g. XII reacted vigorously, but only partially, with PhLi 
in Et20, giving CH4, the excess of XII being extd. with H20, followed by 
HBr, and evapn. to dryness, and isolated as a tetraphenyloborate, m. 
185-93*. The Et20 layer (in this reaction), extd. 10 times with 
0.5N KC1 (XIII) and then washed with N Na2C03 and H20 under N, gave 8% 
2-methyl-4, 5-benzisoindole, isolated as the maleic anhydride adduct, 
C17H1303N, m. 94-5* (f rora Et20) . The XIII ext. made alk. and extd. 
with Et20 gave 1 g. 2, l-MeC10H6CH(NMe2)Ph (XIV), m. 115-16* (after 
distn. at 0.01 mm. and erystn. from MeOH) , giving no Ehrlich or 
Zerevitinov tests; picrate, ra. 180.5-1.0*. 1, 2-BrC10H6He, bl3 
152-3*, (22 g.), was converted into the corresponding 1-Li deriv., 
which with 10.6 g. recently distd. BzH in 10 ml. Et20, followed by washing 
with aq. NaH503, evapn., and distn. with superheated steam, gave 16 g. 
2, l-MeC10H6CH(OH)Ph (XV), not crystd.; 12.4 g. XV, treated at 0* 
with 2.1 ml. PBr3 in 50 ml. abs. Et20, heated 1 hr. at 90*, and 
decompd. with H20, gave in the Et20 layer the liquid PhCHBr-analog, which, 
heated in a sealed tube at 100* with Me2NH in Et20, gave 2.44 g. 
XV. N-Methyl naphtha li mi de (4.2 g.) refluxed 5 hrs. with 0.84 g. LiAlH4 
gave, after addn. of H20, steam distn., extn. of the distillate with Et20, 
washing the ext. with aq. HCl, and addn. of aq. NaOH to the aq. acid ext., 
2-methyl-2,3-dihydro-lH-benz(de]isoquinoline (XVI), bO.Ol 
93.5-4.9*, m. 59.5-61' (from petr. ether), yielding with 
MeBr 88% XVI .MeBr, a. 241-1.5'; XVI. Mel, m. 230-31*. By the 
usual technique, XVI. MeBr and PhLi in Et20 (preferably at -20*) 
gave 27-31% l,2-dimethyl-2,3-dihydro-lH-benz(de)isoquinoline, bO.Ol 
95-105*, isolated either as the picrate (XVII), C20H1B07N4, m. 
162.5-3.0*, or as the MeBr deriv.. ra. 195-6*. By-products 
of this reaction were Ph2 and appreciable amts. of a glassy resin, 
(C14H15N)n. not volatile when heated 2 hrs. at 1SO*/0.01 mm., sol. 
in Et20 and C6H6, forming a Mel deriv., yellow-brown powder, softening at 
200', which, shaken 6 days with Ag20 suspended in aq. MeOH, gave 
the corresponding dark red resinous hydroxide (?), which, on protracted 
heating, gave no He3N. The possible mechanism of this resin formation is 
discussed in some detail. To bring assurance that XVI was not an 
acenaphthene deriv., the following reactions were carried out. 
1-Bromoacenapthene (XVIII) (cf. Bachmann and Sheehan, CA. 35, 1400.8) was 
heated 3 hrs. with freshly prepd. He2NH, yielding 44% 1- 
(di methyl ami no) acenaphthene, bO.Ol 77-81'; picrate, ra. 
165-6* (not identical with XVII). XVIII with Me3N gave the 
triaethyl (1-acenaphthenyl) ammonium bromide, m. 208.5-9.5* (not 
identical with XVI .Mel). XVIII and PhLi in Et20, kept 4 day* at 
-15*, gave a nearly black soln. which, when treated at -80* 
with MeOH and distd. into picric acid in Et20, gave Me2NH picrate, a. 
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156-8*. The still residue was a dark red resin insol. in HCl, and 
probably a polymer of acenaphthylene. 1 -Methyl indole (1 millimole) vith 
1.1 raillimoles (.tplbond.CC02Me)2 kept 24 hrs. in 5 cc. abs. Et20 gave an 
adduct, bO.Ol 130-40*, whose dipicrate, C36H30O18NB, m. 
159.5-60* (from MeOH) . Infrared spectra of the following 
isoindolines are given and discussed: l-o-tolyl-2-benzyl, 
~- (o-raethylbenzhydryl) , and Xa. 
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AB For the purpose of finding a new method of synthesis of 

«-araino acids, pralininary expts. on raetalation and alkylation of 
hydantoin (I) aad tbiohydantoio (II) vara carried out. Benzylation of 
sttalated hydantoin, prepared by interacting I with RNH2 or NaNH2 in liquid 
NH3, vith benzyl chloride (III) gave benzylaraine, dibenzylaraine and 
unreacted Ii in Et20 or in III, it resulted in recovery of I and III. 
Vith II in liquid NH3, benzyl aercaptan and a small amount of a substance 
distilling at 170-90/20 am. were obtained. 
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AB BrCH2CHBrC02Me (I) and MeCHB rCHB rC02M e (II) react with PhCH2NH2 in a 
manner similar to that of a,B-di-Br ketones. On the basis of 
this analogy, of chemical reactions, and of nol. refraction and infrared 
spectra, the reaction products obtained are formulated as 
l-benzyl-2-ethylenirainecarboxylic acid esters. I (36.9 g.) in 100 cc. dry 
C6H6 treated with cooling with 16.1 g. PhCH2NH2 and 30.1 g. Et3N in 
several portions, the mixture refluxed 3 hrs. and filtered, the filtrate 
washed with H20, dried with Na2S04, and evaporated in vacuo, the residual 

oil 

distilled in a high vacuum, and the distillate, b0.2 96-8*, redistd. 

gave 20.8 g. (741) l-benzyl-2-carbomethoxyethyleniraine (III), nD2S 1.S238, 

d25 1.1074, MRD52.81, ^maximum 9.2 », was slightly acidic to litmus 

in EtOH, stable in the dark, and did not give a picrate. Ill 

(0.4934 g.) in 10 cc. CHC13 consumed 14 cc. Br in CHC13 (0.0312 g./cc). 

Ill (5.5 g.) in 100 cc. absolute EtOH and 2 cc. glacial AcQH hydrogenated 2 

hrs. at room temperature and 60 lb. pressure over 200 rag. Pt02 gave 2 cc. 

of a 

basic oil, bO.25 91-3*, nD29 1.5117, which on standing several hrs. 
deposited a small amount of crystals, m. 88-90* (washed with petr. 
ether). Ill (2 g.) in 10 cc. dry Me2CO treated, with cooling, with excess 
HC1 in Et20, the mixture refrigerated overnight, and the precipitate 
filtered off, 

washed with Et20, and recrystd. from absolute EtOH-Et20 gave a solid, a. 
138-40', having the structure PhCH2NHCH(CH2Cl) C02Me.HCl or 
PhCH2NHCH2CHClC02Me.HCl. I treated with 3 moles PhCH2NH2, the mixture 
distilled, the dark brown residue extracted with boiling C6H6 to remove the 

. crude 

III, and the remaining white crystalline material dissolved in hot glacial 

AcOH 

and precipitated with absolute EtOH gave 

l-benzyl-N-benzyl-2-ethyleniminecarboxamide 

(IV), ra. 252-4*, which did not react with Br in cue 13 and reduced 

KMn04 in glacial AcOH slowly. IV (0.2 g.) refluxed with 10 cc. 6N KCl and 

10 cc. glacial AcOH, and the resulting white precipitate recrystd. from 

glacial 

AcOH-Et20 gave a product, m. 207-9*, having the structure 
PhCH2NHCH2CH<OH)CONHCH2Ph.HCl and (or) P hCH2NHCH (CH20H) CONHCH 2 P h . HC 1 , 
insol. in H20 and dilute HN03, soluble in concentrated HN03. II and 
PhCH2NH2 gave 

501 3-Me derivative (V) of III (possibly the trans form), b0.4 91-3*, 
MRD 57.37, nD25 1.5144, d25, 1.067, ^maximum 7.2 f», did not give a 
picrate and reacted in almost neutral EtOH. V (5 g.) and 4.3 g. PhCH2Br 
refluxed 4 hrs., the resulting precipitate dissolved in hot Me2C0, diluted 
with a 

small amount of Et20, and the precipitate recrystd. from absolute MeOH gave 
(PhCH2) 2NH, 

ra. 257-8*. Propylene oxide (7.4 g.) slowly added to 53. S g. 
PhCH2NH2 in 150 cc. 95% EtOH, and the mixture heated 2 hrs. at 
40-50*, then to the b.p., cooled, let stand 24 hrs. at room temperature, 
and distilled gave MeCH (OH) CH2NHCH2Ph (VI), b0.2 93-5*, nD27 1.5270. 
VI (14.5 g.) and 8.2 g. concentrated H2S04 heated to 250', and the mixture 
cooled slowly, ground with 95* EtOH, filtered off, washed several times 
with EtOH gave VI sulfate. VI sulfate (6 g.) and 2.5 g. NaOH in 18 cc. 
H20 heated until an exothermic reaction began, the mixture heated after 
completion of the reaction 0.5 hr. to 100', and the resulting oil 
dissolved in dry Et20, dried with KOH pellets, and distilled gave 
l-benzyl-2-raethylethylenimine, light yellow oil, b2 58', nD27 
1.5113, ^maximum 7.2 
ACCESSION NUMBER: 1955:1020 CAPLUS 
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AB This work was concerned with the effect of hexane and benzene on the 
polarizations and apparent moments of amines, the changes in moment 
produced by different alkyl and aryl groups attached to N, and the 
comparisons of the polarizations of the pur* amines with those 
of amines in solution at infinite dilution and, where possible, in the vapor 
state. The dipole moment of aniline in solvents is lower than in the 
vapor state. In most of the IB amines studied, the effect of the solvent 
on the moment of the solute was small. Propyl and butylamine show larger 
moments in all the solvents used than in the vapor state. The moments for 
alkylamines fall in the order primary > secondary > tertiary with an 
approx. constant difference existing for the amines studied. This order is 
reversed for the benzylamines except that the moment of dime thylani line is 
slightly less than that of me thylani line. The variation of polarization 
with change of concentration depends on the type of amine and its dielec. 
constant 

Small, but definite, changes were found in the apparent mol. solution vols, 
of the amines in different solvents. 
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Gl For diagram(s), see printed CA Issue. 

AB To 30 9. Ph2C:NNH?h (I) in dry Et20 vere added 16 9. 70% HC104 (II) and 27 
9. Ac20 in Et20, -jiving 39-40 9. II salt (III) of I, red needles, a. 
166* ( de compos iti on) (froa glacial AcOH) , rapidly and quantitatively 
hydro lyzed to I and II. When heated 9 hrs. in dry dioxane at 100*. 
Ill reaained largely unchanged, giving, however, about 2 9. 
p-C6H4(NH2)2.2H C104, dark yellow, identified by conversion into the free 
base (IV). a. 139', and its HC1 salt. In this and subsequent 
rearrangements, full details are given for the separation and 

identification of 

small aats. of degradation products which in this case included BzPh, 
PhNHNH2, PhNH2, and NH3. When 6 g. Ill was heated in 100 cc. boiling 
PhBr. small aats. of NH4C104 and the II salt of IV formed (exploding, 
without melting between 200 and 300") (identified by conversion 
into the di-Ac derivative of IV, did not m. below 290'). An " 
unidentified violet-black amorphous substance (possibly due to oxidation 
of IV) was also formed. The mechanism of this p-semidine rearrangement 
with concomitant reduction and oxidation is discussed. p-MeC6H4NHN: CPh2 
(cf. Sah and Lei, CA. 27, 4222) yielded 701 of the II salt (V), 
C20H1SN2.HC1O4, dark red needles, a. 162* (decomposition). V heated 
briefly in PhBr gave resinous products, and small aats. of p-KeC6H4NH2 
(identified as the HCl salt, ra. 232'), NH3, traces of BzPh, but no 
3,4- (H2N ) 2C6H3Ne (showing that no o-semidine rearrangement had occurred). 
To 20 9. I, 70 cc. Ac20, and 10 g. dry 2nC12 were added 10 cc. AcOH and 10 
cc. Ac20, the mixture warmed on a steam bath, cooled, and the filtered 
product washed with Ac20 and with C6H6 and dried over H2S04, giving 30 g. 
of a compound (VI), C21HlB0N2.ZnC12, hygroscopic crystals, m. 214-15' 
which with MeOH, followed by H20. gave Ph2C: KNAcPh (VII), a. 90-1' 
(from cyclohexane, followed by petr. ether), split quantitatively by 
concentrated KC1 into PhBz and (after treatment with aqueous NaOH) 
PbNAcNH2, m. 

119-20* (froa cyclohexane). Heating VI 6 hrs. at 200-20' 

with excess ZnC12, followed by treatment with MeOH gave 471 of the 

theoretical amount of BzPh and 301 of approx. equal parts of IV and 

2-methylbenziaidazole, a. 166-8' (after sublimation). In another 

similar experiment, 20 g. VI (heated with 6.5 g. 2nC12) gave 5 g. BzPh and 

the 

saae bases, as well as 0.4 g. o-C6H4 (HH2) 2, m. 98-99', thus 

indicating that both p- and o-semidine rearrangements had occurred. 

PhCHerNNHPh gave an 801 (crude) yield of the II salt, yellow leaflets with 

greenish sheen, m. 15B' (froa 1:1 Et20-AcOH) 1 this, refluxed 0.25 

hr. in PhBr, gave 4.7 9. of a mixture of NH4C104 and 2-phenylindole, a. 

186* (froa ligroine). Heating Ph2CC12 and H2NNMe2 5 hrs., followed 

by Et20 extraction, washing with H20, drying with K2C03, and addition of II 

gave 

63% of the II salt (Vila) of Ph2C:NNMe2, colorless, m. 172* 

(readily hydrolyzed into PhBz and H2NNMe2) , and 2 by-products, (Ph2CCl)2, 

m. 180* (cf. Finkelstein, CA. 4, 2641), and p- 

benzopinacolone, m. 181*. Vila in Me2CO with excess aqueous NaOH gave 
an oil, which, extracted with Et20, gave Ph2C:NNHe2, a. 34* (from petr. 
ether). Molten Vila (2 g.) heated 1 hr. at 165-170* gave only 
about 0.25 g. NH4C104, and 0.2-0.25 g. of a compound (insol. in aqueous 
HCl), a. 

150-51* (probably l-methyl-2-phenyiisoindole, the analytical data 
of which were lost during the war and which up to the present has not been 
resynthesized) ; much of the original material was recovered as PhBz and 
Me2NNH2. PhAc and H2NNMe2 gave PhMeC: NNMe2, colorless oil not 
crystallizing at 

-15*; II salt (VIII), colorless needles, m. 107* (from 
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EtOH), hydrolyzing slowly in moist air. When heated 2-3 hrs. at 
160-70*. 60 g. VIII gave about 12.5 g. (N:CPh.CH2.CH2.N+ Me2)C104 

(IX), a. 213-14* (by extn. with AcOH and crystn. from H20) , 6.9 g. 
NH4C104, 4.6 g. HeNH3C104 (isolated as the oxalate, a. 175*), 0.9 
g. Me2NNH2HCl04 (isolated as the oxalate, a. 144-145'), 0.4 9. 

(Me2N.N:CPh.CH2.CH2)C104 (free base (X), ». 35-6'), 1.2 9. 

(Me2N.N:CPh.CH:CH)C104 [isolated as the HCl salt, m. 86* (free 
base, a. 56* ; picrate, a. 130-31*)), 0.1 g. 

BzCH2CH2NH2.MeC104 (m. 194-97*), and 2.4 g. dihydrodypnone, a. 
72* (froa MeOH). (Details of these sepns. are given.) PhMeC:KNMe2 
(1.85 g.) and 4.2 g. ZnC12 were heated 1 hr. at 200-20*, cooled, 
extd. with MeOH, the filtered ext. poured into H20, and the aixt. filtered 
and treated with II, giving 0.55 g. VIII, When the above reaction was 
carried out with 4 (instead of 3) moles ZnCl2, 23% of the theoretical amt. 
of VIII was foraed. The following derivs. were prepd. froa VIII in good 
yields: picrate, a. 142-3* (froa EtCH and dioxane); HI salt (XI), 
colorless leaflets, a. 220-21* (froa EtOHAcOEt) (also formed from 
l-aetbyl-3-phenylpyrazoline and Mel). The probable mechanism for the 
formation of IX (which contains 1 CH2 group more than VIII) is fully 
discussed. With 15% aq. KOH, 3 g. IX gave BzMe and, after treatment with 
HCl. fractionation, and addn. of (C02H) 2, the Me2NNH2 oxalate, a. 
144-45* (giving a marked m.-p. depression with (MeNH) 2 oxalate, m. 
132'). XI carefully heated at 220-40* (at 14 am. pressure) 
gave 78% X (picrate, ra. 132*) (cf. K. von Auwers and Heinke, CA. 
22,422). BzCH:CH2 (0.7 g.) and 0.5 9. Me2NNH2.2HCl stirred 0.5 hr. at 
100* extd. with Et20 and ale, and treated with II gave IX. IX was 
also formed by heating BzCH2CH2NH2.MeC104 and Me2NNH2.2HCl at 
160-70*. The following derivs. of VIII, were prepd: Mel, C11H17N2I 
(XII), a. 147* (decompn.); picrate of XII, a. 121*1 II salt 
of XII, a. 14 5*. Dihydrodypnone semi carba zone, a. 165-6*. 
Me2NCH2CH2Bz (cf. Mannich and Heilner, CA. 16, 2497) in Et20 reacted 
violently with Mel, giving a Mel deriv. (XIII), a. 211-12* (readily 
split by heating with H20 into BzCH:CH2 and Me3NHI). By treatment with 
excess aq. AgN03, filtration, and addn. of NaC104, XIII gave 
(2-benzoylethyl)trimethylamaonium perchlorate, C12H1805NC1, a. 
196-199* (decompn.) (froa PhN02) . BzMe and (PhCH2)2NNH2 gave the 
corresponding hydrazone, C22H22N2, a. 53-54*1 II salt (XIV), m. 
163-65* (from PhMe) . Heated 5 hrs. at 160-70* 2 g. XIV gave 
the following compds.: BzCH2CH2Pb, a. 70-71'i PhC:N.N(CH2Ph) .CPh:CH 
(XV), m. 113-14*; a compd., C22H19N2C1, a. 174-75* (not the 
HCl salt of either the pyrazole or pyrazolone); NH3 and (PhCH2)2NH 
(isolated as the HCl salt, a. 258-59*) . The HCl salt of XV 
decompd. about 160' giving XV; the HCl salt of the 

l-benzyl-3, 5-diphenylpyrazoline proved unstable, and decompd. on attempted 

recrystn. froa EtOH. By refluxing 4.3 9. 1-aainopiperidine with 5.8 9. 

BzMe, followed by treatment with II (at 0* in Et20) , was foraed 6 

g. PhCMe:NH(C104)N. (CH2)4.CH2, a. 124-25* (f roa dioxane) , which, 

when boiled 1 hr. in PhN02, followed by extn. with aq. HCl, then with . 

C6H6, and treatment (of the aq. layer) with 40% NaOH (with subsequent, 

fully described purl flcati one) gave the base, C13H16N2 or 

C13H14N2 (probably the latter, i.e., N:CPh.CH:CN.CH2.CH2.CH2.CH2) , m. 

81* (from MeOH); picrate, a. 177*. The above rearrangements 

(as well as those reported by other investigators) are fully discussed. 

Thirty-six references. 
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AB cf. Italian pat. 436,808 (June 14, 1948). Crude SiS2 (containing 80% SiS2), 
which can be readily prepared by direct synthesis, can advantageously take 
the place of SiC14 for the preparation of ortho and polysilicic esters, 

mixed 

anhydrides of silico carboxylic acids, and substituted amides of silicic 
acid. Reaction with ales, and phenols. The reaction SiS2 ♦ 4R0H -» 
Si (OR) 4 + 2H2S (cf. Fr.acte.emy, Ann. chia. phys. (3) 38, 314 (1852)) is 
stoichioraetrically complete with the calculated proportion of reagents and 
with excess ale. With deficient ale, particularly at elevated temps., 
more SiS2 reacts and less H2S is evolved, and the alkyl silicate contains 
S. The reaction is probably mSiS2 + (a + 1) Si (OR) 4 

(RO)3SiS[(RO)2SiS]2m-lSi(OR)3. These O-alkyl thiopolysilicic esters could 
not be isolated, but the lack of H2S, the formation of high-boiling 
products, the formation of polymers with excess SiS2 in the absence of 
water, and the evolution of H2S when these high-boiling products are 
treated with dilute acids indicate their formation. Thiols are not formed 
at relatively low temps.; hence a structure with S-alkyl residues is 
impossible. Anhydrous phenols react like ales. With water present, ales, 
and phenols react thus: (m + 2)SiS2 + (m + 1)H20 + (2a + 6)R0H -» 
(RO)3Si(0Si(OR)2)aOSi(0R)3 + 2 (a + 2>H2S. Reaction with carboxylic acids. 
In an anhydrous medium, the reaction is SiS2 + 4RC02H Si(C02R)4 ♦ 
2H2S. This preparation of Si (C02R) 4 compds. is easier than froa SiC14. 

They 

hydrolyze immediately in water, with formation of Si (OH) 4, and with amines 
they react thus: Si (C02R) 4 + 4RNH2 -♦ Si (OH) 4 + 4RCONHR. When 
heated they decompose: Si(C02R)4 ■» 2(RCO)20 ♦ Si02; this offers a 
method of preparation of anhydrides. More gradual pyrolysis gives 
intermediate 

products: mSi(C02R)4 -* (RC02)3SiO[ (C02R) 20}a-2Si (C02R) 3 + (a - 
l)(RCO)20. with-alcs.. Si (C02R) 4 compds. react thus: Si(C02R)4 + 4R0H 
-» Si (OR) 4 + 4RC02H. Reaction with amines. SiS2 reacts with aliphatic 
and aromatic amines analogously to its reaction with ales, and acids, but 
more slowly, and in some cases only at elevated temps. An inert solvent 
facilitates the reaction. With cold aliphatic amines, the H2S is taken up 

by 

the amine: 6RNH2 + SiS2 -» Si(NHR)4. Hot primary amines give 
polymeric iraines. In general it is preferable to prepare the amines from 
SiC14 rather than froa SiS2. Anhydrous MeOH (2000 9.), added very slowly to 
1150 g. crude SiS2 (80%) and fractionated, yields 450 9. MeOH, a few cc. 
of intermediate fraction, 1390 g. Si(OMe)4, and 250-70 9. residue. 
Similarly, but with distillation in vacuo, 2050 9. EtOH and 1150 0. crude 

SiS2 

yield 1800-1850 g. Si(OEt)4. Distillation can be avoided; e.g., 2200 g. 

EtOH 

and 1150 g. SiS2, allowed to react, filtered under pressure or in vacuo, 
washed with 300 g. anhydrous EtOH, and heated gradually up to 150", 
leave 1850 g. Si(OEt)4. Et polysi licates can be prepared not only by 
hydrolysis of Si(0Et)4, but also by the reaction 5S1S2 + 12EtOH + 4H20 
-» (EtO)3Si(0Si(OEt)2]3OSi(0Et)3 + 10H2S. E.g., 1435 9. 95% EtOH, 
added slowly to 1150 9. very cold crude SiS2, refluxed 3 h., filtered cold 
under pressure, the residue washed with 200 9. 90% EtOH, and the combined 
filtrates heated at 150* to remove EtOH, yields 1350 9. Et 

polysi licate. Crude SiS2 (115 g.) and 170 g. anhydrous EtOH, heated 6 h. at 

100-120', filtered in vacuo, the residue (26 g.) washed with Et20, 

and the filtrate distilled in vacuo, yield 80 g. Si(0Et)4 and a residue 

which 

at higher temps, evolves S compds., including EtSH, and which contains 
thiosi licates. Crude SiS2 (US g.) and 380 g. PhOH react violently; the 
product, heated 1 h. at 180', cooled, 100 cc. C6H6 added, filtered. 
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washed vith hot C6H6. and the filtrate distd. in vacuo (6 an.), yields 
8-10 9. PhOH and 300 g. Si(0Ph)4. Sinilarly 115 9. SiS2 and 430 9. con. 
cresol yield 340 9. tolyl orthosilicate (niKt. of isomers), thick 
refractive Liq., hydrolyzes in noist air. SiS2 (115 9.) and 480 9. nixed 
xylenols yield 390 9. of xylyl orthosilicate. SiS2 (67 9.) and 325 9. 
o-dichlorophenol yield after purlfn. by CC14 
o-dichlorophenyl silicate, b7 3B0-400*, n. 63*. 

Glacial AcOH (7S0 9. contg. II Ac20) , added to 115 9. SiS2 (keeping the 

tenp. below 60*) , heated at 70*. filtered hot, washed with 

hot glacial AcOH, the filtrate distd. in vacuo (15 ma.) until the tenp. 

reaches 40', filtered in vacuo, the residue washed with Ac20 at 

-10* and purified fron CHC13 or ligroin, yields approx. 

200 g. Si(0Ac)4. The report of Friedel and Ladenburg (Ann. US, 

174(1669)] that it distils unde-conpd. applies only to a high vacuun; 

otherwise it decomp. , even in soln. above 50*, according to the 

reaction Si(OAc)4 Si02 + 2Ac20. It is an energetic acetylating 

agent; e.g., 5 g. Si(OAc)4 in 30 cc. anhyd. C6H6 and 5 g. PhNH2 in 30 cc. 

C6H6, added to 100 cc. 5t NaOH at 0', yields 6.5 9. PhNHAc. 

Si(0Ac)4 (10 g.), added cautiously to 100 cc. ice-water, the soln. divided 

into 3 parts, and 5 cc. M NaOAc added to 1 part, 1 cc. N HC1 to another 

part, and nothing to the 3rd part, gives gelatinous solns. at 18* 

in 5, 11, and 20-22 days, resp. Operating as in the prepn. of Si(0Ac)4, 

but distg. in vacuo above 50", yields uncrystallizable compds. of 

the general conpn. (SiO(OAc) 2]a, which in hydrolysis and acetylation 

reactions behave like Si(0Ac)4. BzOH (186 g.), added in portions to 58 g. 

SiS2 in 1000 cc. C6H6. refluxed until H2S is no longer evolved, filtered 

hot, the filtrate evapd. in vacuo, filtered cold in vacuo, and the residue 

washed with petr. ether, yields Si benzoate, Si(OBz)4, a. 85-90*. 

hydrolyzes in water to Si (OH) 4 and BzOH. Si(0Bz)4 (13 9.) in 50 cc. C6H6 

and 9 g. PhNH2 in C6H6, allowed to stand 2 h. and poured into 100 cc. 

ice-cold 51 NaOH, ppt. 17-18 g. PhNHBz. Sublined (90%) SiS2 (10 g.) and 

38 9. C1CH2C02H, heated 2 h. at 40', filtered hot in vacuo, and the 

filtrate allowed to stand, ppts. 5 g. of Si chloroacetate, Si (0C0CH2C1) 4, 

a. 154* (deconpn.). The residue fron the original filtration, 

distd. in vacuo at 50-60', deconp., yielding 20 g. (C1CH2C0)20. 

Si (0C0CH2C1) 4 (4 g.) in 25 cc. C6H6 and 3.5 9. PhNH2, heated 5 nin. at 

40* and poured into ice-cold 51 Na2C03, ppt. 7 g. PhNH2.ClCH2C02H. 

SiS2 (10 g. of 90* purity) and 100 g. stearic acid in 200 cc. 

C6H6, refluxed a long tine, filtered, and the filtrate chilled, ppt. Si 

stearate. Si (0COC17H35) 4, wax, n. 75*. Sublined (97-8%) SiS2 (15 

g.), 40 g. PhNH2, and 100 cc. CC14, refluxed 6-6 h. , filtered, 0.5 of the 

CC14 evapd., and allowed to stand, ppt. 0.1-0.2 g. of a compd. contg. 

3.201 S102 and 15.3% N, perhaps the addn. compd., Si (NHPh) 4. 14PhNH2. The 

soln., evapd. to 0.5 its vol., yields Si (NHPh) 4, n. 136*. It is 

forned also froa 15 9. 971 SiS2, 40 g. PhNH2, and no solvent by allowing 

to stand 1 h. at not over 70', dilg. with hot CC14, filtering hot, 

and allowing to stand. (PhCK2)2NH (30 9.) and 5 g. 96% S1S2 in 100 cc. 

C6H6, refluxed 6 h., filtered hot, and allowed to stand, ppt. 

Si(N(CH2Ph)2]4, gray. Although SiS2 reacts energetically with prinary and 

secondary aliph. aaines, with evolution of H2S, the prepn. of amides by 

this method is unsatisfactory, because of the formation of sulfides and 

polysulfides of the aaines, which are difficult to eliminate. Comparative 

expts. with Et2KH and (iso-Pr)2NH showed that SiCl4 is preferable to SiS2. 

Although SiS2 reacts energetically with OH compds. and with other compds. 

contg. mobile H, this is not true, contrary to data in the literature, of 

other classes of org. and inorg. compds., e.g., it does not react with CI, 

Br, or I, either dry or in CC14. Nor does SiS2 react with esters or 

ketones, contrary to Fr.acte.emy (loc. cit.). Unlike P4S3, P2S5, and CS2, 

SiS2 does not react with Grignard reagents at the b.p. of Et20 or C6H6. 
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AB Because of the value of the preparative method of the catalytic removal of 
the N-CH2Ph group, a study. has been made of the influence of the residue 
on the N atom upon catalytic debenzylation. All hydroge nations were 
carried out at room temperature and atmospheric pressure in EtOH or AcOH, 

using PdO or 

Pt02 as catalyst. PhCH2NH2, (PhCH2)2NH and PhCH2NHMe are unchanged in the 
presence of PdO. (PhCH2) 3N in AcOH (PdO) or its HC1 salt in H20 (PdO) 
gives 97% of (PhCH2) 2NH.HC1; the amine is not reduced by Na and EtOH. 
Me thylcetyl benzyl amine in AcOH (PdO) gives 92% of cetylmetbylaaine-HCl and 
lauryldi benzyl amine gives laurylmethylamine. Dodecyldibenzylamine in AcOH 
(Pt02) gives 84* of dodecylhexahydrobenzylamine-HCl, m. 218*. 
(PhCH2)2NNH2 in absolute EtOH (PdO) yields 88% of PhCH2NHNH2; 
tetrabenzyltetrazene ( (PhCH2) 2NN: ) 2 gives (PhCH2)2NH. (PhCH2> 3MeN0H with 
PdO in EtOH readily yields PhCH2NHMe (flavianate, a. 190*; 
picrolonate, a. 210"), whereas (PhCH2)3MeNI is not reduced. 
PhCH2NPhMe2Cl gives 90% of cyclohexyldiaethylaaine. 2- 
Benzyldihydroisoindole in EtOH (PdO) yields 75% of 1, 3-dihydroisoindole, 
b3 100". 1,4-Dibenzylpiperazine in AcOH (PdO) gives 92* of 
piperazine diacetate, a. 234*. o-Monobenzylaminotetrazole 
gives aainotetrazole. PhCH2NH2 (1 mol.) in AcOEt is treated with a 
concentrated 

aqueous solution of 4 aols. of KCN and then dropwise with 1.1 nols. of Br in 

AcOEt at 5-10*, and the AcOEt solution shaken with 30% NaOH; the 

alkali renoves the benzylcyanamide, which is polymerized to 

tribenzylisomelamine (1, 3, S-tribenzyl-2, 4, 6-triiaino-l, 3, 5-triazine) (I) , 

a. 129-30*; short heating with HC1 gives NH3; with H and PdO in 

EtOH this yields aelaaine. The elimination of PhCH2 froa 

2-iaino-l-benzyl-l,2-dihydropyridine is slow and incomplete and is 

accompanied by nuclear hydrogenation, the products being 

2-anino-3,4, 5, 6-tetrabydropyridine and 2-iaino-l-benzylpiperidine 

(picrate, a. 106'). 2-Benzylaminopyridine does not lose PhCH2 but 

is hydrogenated to 2 -benzyl ami no- 3, 4, 5, 6-tetrahydropyridine, m. 

40-1* (picrate, yellow, m. 131*; picrolonate, yellow, a. 

199*). Aromatic rings, C02H and CN groups activate the compds. so 

that PhCH2 is removed from a sec-N atom. PhNHCH2Ph in EtOH (PdO) gives 

97.5% of PhNH2 and PhMe, whereas Pt02 gives mainly 

cyclohexylhexahydrobenzylamine and small amts. of cyclohexylamine and 
hexahydrotoluene. PhN(CH2Ph)2 with PdO in EtOH gives 89* of PhNH2 and 
PhMe. 2- (Dibenzylami no) naphthalene in AcOH (PdO) gives 86* of 2-C10H7NH2 
and PhMe. C1CH2C02H (9 g.) and 40 g. (PhCH2)2NH in 20 cc. dioxane, heated 
5 h. at 120*, give 82% of N,N-dibenzylglycocoll, m. 200'; Me 
ester, m. 41*; hydrogenation in AcOH (PdO) or in EtOH (PdO) gives 
NH2C02H (95%) or its Me ester (96%). (PhCH2> 2NCN' yields NCNH2 or I 
because of polymerization of PhCH2NHCN if hydrogenation is interrupted 
before it 

is complete. (CONHCH2Ph)2 and N,N-dibenzylurethane, b2 169*, b4 

181* (82* yield), are ttablo toward H. 
ACCESSION NUMBER: 1943:19038 CAPLUS 

DOCUMENT NUMBER: 37:19038 
ORIGINAL REFERENCE NO. : 37:3067c- i 

TITLE: Regularities in the hydrogenative fission of N-benzyl 

confounds 

AUTHOR (S) : Birkofer, Leonhard 

SOURCE: Ber. (1942), 75B, 429-41 

DOCUMENT TYPE: Journal 
LANGUAGE: Unavailable 
OTHER SOURCE(S): CAS REACT 37:19038 



Page 85 



L12 ANSWER 236 OF 243 CAPLUS COPYRIGHT 2005 ACS on STN 

AB With the higher 1-chloroparaf f ins, which can now be obtained independently 
of the ales, by chlori nation of the corresponding hydrocarbons under 
suitable conditions, the reaction with ammonia is considerably simple r 
than in the case of the lower alkyl halides. (1) Compds. higher than BuCl 
no longer give any appreciable amount of quaternary salt. (2) Under 
definite conditions of concentration, solvent, temperature and pressure, 

the secondary 

amine can be aade the chief product. (3) ,Th* primary, secondary and 
tertiary amines differ so widely in b. p. that they can be separated by" 
fractionation without excessive losses. A smooth formation of primary 
amine is apparently not yet possible. Earlier workers have not had much 
success with liquid NH3, even in the presence of NaNH2 or KNH2. w. and J. 
find that with liquid NH3 diluted about 1:1 with ale. to form a homogeneous 
reaction mixture, the yield of prima ry amine increases with the length of 
• the alkyl chain (octyl 11, dodecyl 16, cetyl 24%). Conversely, the yield 
of tertiary amine decreases (trioctyl. 22,- tricetyl about 0%). Under the 
above conditions the secondary amines are formed most easily (didodceyl 
80-5%) . With raethylamine, the higher 1-chloroparaf fins generally give the 
methylalkylamine along with the methyldialkylamine and-from hexyl chloride 
up-no quaternary salt, with the higher alkylamines (dodecyl), the 
secondary amine is obtained exclusively. With alkylamines above C8, 
practically no tertiary amine is formed. The reaction of the higher 
1-chloroparaf fins with secondary amines to form tertiary bases (dimethyl-, 
diethyl-, dibenzylalkylamines) is especially smooth; only in exceptional 

cases 

(e. g., with di cyclohexylamine) are the yields small. Of the solvents 
tested, MaOH and EtOH again proved suitable, but in benzene and benzine 
the yields were smaller than those obtained by heating the components 
without a solvent. The addition of tertiary aaines to the higher 
1-chloroparaf fins to form quaternary salts could be effected, if at all, 
only in suitable solvents and within relatively narrow temper ature ranges. 
Along with NMe3, dimethylalkyl- and arylamines <Me3NEt, Me3NCH2Ph, Me2NPh, 
etc.) are adapted to the reaction, while NEt3, NBu3, etc., react only very 
sluggishly. In ale. (but not in water, benzine, acetone, or without 
solvent) below 110* practically quant, yields of quaternary salt 
were obtained from octyl, dodecyl and cetyl chlorides with Me2NCH2Ph and 
NMe3. Above 110* the yields decrease rapidly, and at 170* 
no quaternary salt is obtained; the products are then chiefly the HC1 
salts of the tertiary bases used and long-chained tertiary aaines; e. g., 
C12H25C1 and NMe3 at 190* give chiefly C12H25NMe2 and MeCl 
(resulting from the thermal decomposition of NHMe3Cl) . To prepare the 
quaternary 

salts, aol. amts. of the chloroparaff in and tertiary amine can be used, 
but as the temperature must be kept below 110' and the consts. of the 
biaol. reaction are saall (e. g., half-time value for 1 aol. C12H25C1 and 
1 mol. NMe3 in 5 aols. ale. at 90', about 5 h.), it is advisable to 
employ the tertiary amine in excess; after the reaction the excess is 
removed by distillation or with a solvent and reacted with fresh 
chloroparaf fin. 

Octyl chloride (40 g.) heated 20 h. at 140* in a sealed tube with 

24 cc. each of liquid NH3 and ale. gave 11.4% pure octylaaine (bl2 

76-6'), 40% dioctylaaine (b3 142-7', a. 35'), and 22% 

trioctylanine, b8 163-S.5', nD19.S 1.450. C12H25C1 (35 g.), 6 cc. 

NH3 and 10 cc. ale. heated 19 h. at 170' gave 81% di dodecyl amine, 

a. 58'; 20 g. chloride, 20 cc. NH3 and 16 cc. ale. heated 23 h. at 

110* yielded dodecylamine, b2 108-15* (isolated in 16* yield 

as the HC1 salt, a. 183-6* (decomposition)), and 64% didodecylamine, b2 

160-200'. Froa 18 g. cetyl chloride, 9 cc. NH3 and 7 cc. ale. 

heated 24 h. at 70* were obtained 24% cetylaaine, b3 146-8*, 



L12 ANSWER 236 OP 243 CAPLUS COPYRIGHT 2005 ACS on STN (Continued) 
a. 45* (HC1 salt, n. 178* >, and 11 g. dicetylamine, b3 about 
220*, a. 65*. BuCl (30 9.), 10 g. MeNH2 and 6 cc. ale. 
heated 16 h. at 100-10* gave 6 9. BuNHMe (b750 85-110') and 
16 g. Bu2NMe (b750 159-60*. bll 53.5-4*, nD20 1.418; with 15 
cc. ale, only 34% was obtained). Hexyl chloride (24 g.) and 26 cc. of 
33% ale. M*KH2 after 16 h. at 100* gave 14 g. b755 80-110* 
(chiefly MeNHC6H13) , and 9 g. KeN(C6H13)2, b755 228-30*, bl2 
118*. nD20 1.434. Octyl chloride (30 g.) and 28 cc. of 33% ale. 
MeNH2 heated 24 h. at 140* gave 241 MeNHC8H17, b3 60-5', 
nD20.S 1.430, and 301 aethyldioctylamine, b3 143-S*, nD20.5 1.443. 
Proa 32 g. dodecyl chloride and 40 cc. of 331 ale. MeNH2 after 12 h. at 
160' were obtained 591 nethyldodecylaaine, bl.5 108-10' (HC1 
aalt, a. 181-4*), and 37% aethyldidodecylaaine, bl.5 201*, 
a. 15-16*, nD22 1.453 (HC1 salt, a. 138'), also obtained in 
51% yield froa 1 aol. each of the secondary amine and dodecyl chloride 
heated 16 h. in ale. at 160". Cetyl chloride (60 g.) and 30 cc. of 
33% ale. MeNH2 heated 18 h. at 140-50' gave 1S% aethylcetylaaine, 
bl 147-50* (HC1 salt, a. 169-70"), and 68% 

aethyldicetylaaine, bl 269-71*, a. 36-7*. Froa 7.5 g. octyl 

chloride and 5.5 g. Et2KH in 5 cc. ale. heated 12 h. at 160* was 

obtained 8 g. octyldiethylaaine, bl2 112-13', nD21 1.432. Dodecyl 

chloride (30 g.), 20 g. Bt2HH and 20 cc. ale. heated 18 h. at 140' 

yielded 86% diethyldodecylaaine, b2 122-4*, n019 1.443 (HC1 salt, 

a. 119.5*); without ale. the yield was only 60% but if the heating 

was continued 62 h. the yield even without ale, was aore than 90%i with 

benzine (b. 70-80*) only 50% was obtained after 20 h. Dodecyl 

chloride and (PhCH2) 2NH in ale. at 150* gave 75% 

di be nzyldodecyl amine, b2 219-20' (HC1 salt, a. 101"). 

Diaethylcetylamine, bl 138*, n023 1.445, was obtained in 82.51 

yield from cetyl chloride and NHMe2 in ale. at 140* 1 HC1 salt, m. 

198*. Dimethylbenzyloctylaramonium chloride (90% from octyl 

chloride, Me2NCH2Ph and ale. heated 24 h. at 105*), oil solidifying 

when cooled to 0*. Trimethyldodecylamaonium chloride (75-80%), m. 

37'. Dimethylbenzyldodecylammonium chloride (90% after 4 5 h., 

50-60% after 15 h. at 90*, practically none at 170*), 

viscous oil. Trimethylcetylammonium chloride (almost quant, at 

100-5*), m. about 70*. Dime thy lbenzylcetylammonium chloride 

(70%), a. 58*. 
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AB In general, the action of aqueous or ale. NH3 on organic halogen coapds. is 
not 

well adapted to the preparation of priaary amines; too much of the secondary 
and tertiary amines and even of the quaternary halide is foraed, probably 
because, at the temps, required for the reaction, the velocities of the 
reactions of NH3, NH2R and NHR2 with RX are too nearly alike. The use of 
liquid NH3 should then favor the formation of the priaary coapds. Working 
with liquid NH3 is very simple. The reaction can be carried out in a large 
glass bomb tube, calibrated at its lower end, which, after the halide and 
the desired voluae of liquid NH3 have been introduced with the necessary 
cooling, is sealed and kept at the desired temperature To avoid the danger 

of 

the not wholly harmless explosions which may occur, the reaction may also 
be carried out in a 500-1000 cc. pear-shaped steel vessel with a manometer 
screwed into the constricted end. After the reaction is over, the NH3 is 
allowed to evaporate off, the basic products are taken up in dilute HC1, 
and the 

primary, secondary and tertiary amines are separated in the usual way. With 
aliphatic halides, the yield of primary amine, already much higher with the 
lower members than in the reaction with aqueous or ale. NH3, increases 
rapidly 

with increasing mol. weight Thus, after standing 1 day in 2 vols, liquid 

NH3 

at room temperature with frequent shaking, CSHllBr, C8H17Br and C12H25Br 

gave 

10, 45 and 90%, resp., of primary, and 80, 43 and a few % of secondary 
base. Similarly. PhCH2Cl, «-C10H7CH2Cl and 9- 

chloroaethylphenanthrene with 8 vols, liquid NH3 after 24 h. at rooa 
temperature 

gave 53, 72 and 70% primary and 39, 20 and 26% secondary amine, while with 
3 vols, of 18% ale. NH3 at 100* they gave 9, 11 and 29% primary, 
35, 38 and 25% secondary and 48, 47 and 43% tertiary base. 
Bis(a-naphthomethyl)amine, b0.3 230-5*, m. 55*i HC1 
salt, m. 230*; picrate, m. 206*; N-nitroso derivative, a. 
132*. Tris(a-naphthomethyl) amine, m. 178*: HC1 salt, 
m. 199*; picrate, m. 211*. 9-Aminomethylphenanthrene, b0.15 
160-5*, ra. 107*; HC1 salt, a. 277*; picrate, a. 
236*. sec-base, m. 193*; HC1 salt, m. 239*i NO 
derivative, m. 268*. tert-base, m. 163*; HC1 salt, m. 
229*; picrate, orange-red, ra. 190*. PhOCH2CH2Br gives 65% 
priaary amine, bl2 115*, with 1 part liquid NH3 after 40 h., and 
PhO(CH2)3Br gives 71% primary base, blS 126*, m. 130*. 
P-Chlo roe thy 1 aniline, from PhNH2 and 10 raols. (CH2Br)2 heated 15 b. 
on the water bath, faintly acidified, freed from (CH2Br)2 with ether, made 
alkaline, extracted with ether and heated 14 h. with concentrated HC1 at 
100" bl 

91-4* (yield, 5%); after 2 days with 5 parts liquid NH3 it gives 65% 

PhNHCH2CH2NH2, bl5 142-4*, together with the sec-base, 

(PhNHCH2CH2) 2NH, bO.l 215-25* (HC1 salt, m. 233*; trinitroso 

derivative, m. 99*). Similarly, PhNMeCH2CH2Br gives 71% of the base 

PhNMeCH2CH2NH2, b0.3 100-12* (picrate, red, m. 174*; HC1 

salt, m. 205*; Ac derivative (I), b0.4 165*, m. 88*), and 

20% of the triamine, (PhNMeCH2CH2) 2NH, b0.3 200-2* (HC1 salt, m. 

204* ); with 5 parts ale. NH3 20 h. at 100*, the yields of 

the 2 bases are 15 and 60%, resp. The green NO derivative of I, m. 

140*, treated successively with NaHS03 and HC1, yields 56% 

N-methylethylenedi amine, b. 116-17*; HC1 salt, a. 132'; 

picrate, m. 223*. PhNEtCH2CH2Br under the same conditions gives 
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even somewhat more of the primary base PhNEtCH2CH2NH2, b20 148-50* 
(HCl salt, m. 153*; picrate, m. 166*; Ac deriv., bO.S 
180-5*, m. 100*), and less of the triamine, yellowish, bl2 
223-30" (HCl salt, m. 203'; picrate, ra. 176*). 

PhNMe (CH2) 3C1 with liq. NH3 gives 65% of the primary base, b0.3 
112-15* (HCl salt, m. 189*; Picrate, red, ra. 152*; Ac 
deriv., b0.2 168-72*, forras an olive-green NO deriv., m. 
114*), and 20% of the triamine, light yellow, b0.3 220-2* 
(HCl salt, hygroscopic; picrate, m. 166"; Ac deriv., b0.2 
250-5", forms a light green dinitroso deriv., m. 161*). 

With ale. NH3 the yields of the 2 bases are 18 and 70%, resp. The above 
NO derivs. smoothly undergo the NaHS03 degrdn., giving, resp., 
N-nethylt rime thy lenedi amine, b. 138-9*, fumes in the air (HCl salt, 
ra. 18 5"; picrate, m. 227"), and bis(y- 

rae thy larai nop ropy Daraine, blS 122", ra. 22" (HCl salt, m. 

275"; picrate, ra. 175'). BzNH(CH2)4Cl and BzNH(CH2> 5C1 with 

2 parts liq. NH8 after 100 b. give 70% benzoylputrescine, b0.2 

186*, and be nz oyl cadaver ine, b0.5 202*, together with the 

sec bases (BzNH (CH2) 4 ] 2NH, b0.3 260*, m. 87* (HCl salt, m. 

230*), and [BzNH(CH2) S)2NH, ra. 69* (HCl salt, m. 

199*). The compd. Ill (IV, R - EtO, R* - p-EtOC6H4NH) , m. 

118-20*, is obtained as the HCl salt, ra. 231*, in 70% yield 

from ClCH2cONHC6H40Et with 1 raol. PC1S and a little POC13; picrate, m. 

118-20*. The compd. V (IV, R • H, R' - CI) allowed to stand 2 days 

under liq. NHS gives 72% of the primary base (IV, R - H, R* - NH2), m. 

104-6*, becomes blue in the air when aoist (HCl salt, ra. 

239*; picrate, a. 185*; Ac deriv., m. 170*), and 22% 

of the sec-base, decomps. 162-5*. yellowish when freshly pptd. , 

becomes green, then deep blue, on standing (HCl salt, faintly greenish, m. 

218-20*); ale. NH3 (18%) at 100* gives only the sec-base 

(90%). The anilino compd. (IV, R - H, R* - NHPh) with liq. NH3 gives 78% 

of the primary base, faintly yellow, a. 155* (HCl salt, m. 

214*; picrate, m. 170*: Ac deriv., ra. 189*, seps. 

with 1 H20 and is unusually hygroscopic when dehydrated), and 20% of the 

sec-base, ra. 232* (HCl salt, yellow flocks, a. 225-30*; NO 

deriv., a. 119*); with ale. NH3 are obtained 38 and 50% of the 

priaary and secondary bases. Ill with liq. NH3 gives 65% primary base, ra. 

110-12* (HCl salt, yellow, ra. 143*), and 28% sec-base, a. 

214-16* (HCl salt, a. 206'; Ac deriv., a. 160-2*); 

with ale. NH3 the yields of priaary and secondary base are 30 and 50%. 
C1(CH2)11C1 allowed to stand 1 day at rooa temp, with liq. NH3 reacts to 
the extent of only about 50% but what dil. HCl exta. from the product is 
the pur* dipriaary diamine, bl2 140-50*. Vhen the 

halogen a tons are closer together, the tendency to ring formation comes to 

the fore; Br(CH2)5Br and Br(CH2)4Br yield chiefly the quaternary spiranes, 

bispiperidinium and bispyrrolidiniua bromide, and only very little 

cadaverine and putrescine, and also very little piperidine and 

pyrrolidine. The spiranes are readily isolated, by treatment with alkali, 

in the fora of the unsatd. tertiary bases C5H10NCH2CH2CH:CH2, b. 

196*, and N-butenylpyr roll dine, b. 152-4* (picrate, a. 

107'i aethlodide, hygroscopic, a. 178'). With Br(C3£2)3Br, 

the tendency to ring formation disappears to a great extent and with liq. 

NH3 there are obtained 45-SOI pure H2N(CH2) 3NH2, b. 

136-8' (which is thus aade readily available), and 25% of the 

secondary-primary triamine, [H2N(CH2) 3] 2NH. b. 210-30*. The 

reaction with (CH2C1) 2 can conveniently be carried out in glass tubes, but 

with (CH2Br)2, when the reaction aixt. is allowed to wara up to room temp. 

there aay occur a spontaneous evolution of heat resulting in violent 

explosions; in the metal bomb an increase in pressure up to 15 atra. was 
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often obsd. From (CH2C1)2 after 3 days were obtained, together with about 
65% unchanged chloride, chiefly (CH2NH2)2 and (H2HCH2CH2) 2NH; no 
piperazine was detected. With (CH2Br2) 2 the reaction was complete in 10 
h.; the yield of (CH2NH2)2 was much smaller and the raixt. of bases which 
b. up to above 250* contained a series of homo log a, 

H2NCH2CH2 (NHCH2CH2) nNH2 . With very reactive halogen atoms the formation 
of NH at the expense of NH2 compd. may be greatly favored even with liq. 
NH3. Thus, (p-BrCH2C6H4)2, ra. 170*. obtained in 50% yield frora 
Ph2, 2.5 raols. HCHO and coned. HBr treated 20 b. at 50* with HBr 
gas, reacts rapidly with liq. NH3, yielding only about 26% of the diamine, 
(H2NCH2C6H4)2, m. 135* (picrate, ra. 222*; di-Ac deriv.. ra. 
272*; di-Bz deriv., ra. 243*); the rest of the product is a 
raixt. of priraary-secondary bases. With ale. NH3 at 100* the yield 
of priaary diamine is only 5%. 
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AB The reaction between an arsenous halide and an amine takes place according 
to the following equations: AsX3 4 RNH2 -» X2ASNHR.HX; X2A3NHR.HX + 
RKH2 -* X2A3KHR + RNH2.HX; AsX3 + 2RNH2 ■* XAs (NHR.HX) 2; 
XAs (NHR.HX) 2 ♦ 2KHH2 XAs (KHR) 2 + 2RNK2.HX; AsX3 ♦ 3RNH2 -• 
As (NHR.HX) 3. The course of the reaction is influenced by several 
different factors, including the order of nixing, strength of the base and 
of the AsC13 used. Conpds. of the type XAs (NHR.HX) 2 and As (NHR.HX) 3 are 
high-raelting solids, soluble in H20 (usually vith decospositi on) , insol. in 

organic 

solvents* they resemble the corresponding NH4 balides in properties and 
are best regarded as As -substituted NH4 halides. Compds. of the type 
X2A3NHR are high-boiling liquids or lov-nelting solids, obtained by 
distillation 

of the solvent after removal of the precipitated NH4 halide and the insol. 

As 

conpds. i they fume in the air and are decomposed violently by H20. The name 
arsenamide is suggested for compds. containing the As-N linkage. In the 
following eKpts. n-C7H16 was used as a solvent. PhNH2 added to AsC13 gave 
an B4.74I yield of anilinearsentri amide- 3HC1, As (NHPh.HCl) 3, yellow solid, 
decomposed by H20, insol. in organic solvents! when the order of mixing was 
reversed the precipitate consisted largely of PhNH2.HCl, and on evaporation 
of C7H16 

the* filtrate yielded anilinedichloroarsenamide, C12AsNHPh, yellow 
crystalline 

solid, m. 89*, decomposed violently by H20. Addition of AsC13 to 
piperidine yielded 20.951 of piperidinearsentriamide-3HCl, 
As(NC6H10.HCl)3, long needles, m. 240-2*, decomposed by hot H20 and 
boiling ale; with AgN03 it gives the theoretical amount of 
pi peridinearsentri amide trinitrate, ra. 144** the filtrate gave a 
yellow oil, bl 98', which is probably piperidinedichloroarsenand.de, 
C12AsNC5H10. Addition of AsC13 to Et2NH gave a precipitate consisting 
largely of 

Et2NH.HCl from which no As compound could be separated; the filtrate gave 
diethylaminedichloroarsenaraide, C12AsNEt2, yellow, liquid, b38 
107*, fumes in the air, decomposed violently by H20. Addition of AsC13 
to C2H4(NH2)2 gave a white precipitate from which extraction with boiling 
anhydrous Me2C0 

furnished ethylenediaminechloroarsendiamide-2HCl, CIAs (NHCH2CHZNH2.HC1) 2, 
white solid, chars without melting above 225*; the C7H16 filtrate 
was not examined Addition of AsC13 to PhNHMe gave a precipitate consisting 
largely of 

PhNHMe. HC1, from which no organic As compound could be isolated; the 
filtrate 

gave methyl anilinedichloroarsenamide, Cl2AsN(Me) Ph, b3 116*, fumes 
in the air, decomposed by H20. Addition of AsCl3 to benzyl amine gave a 
precipi tate 

from which benzylaminearsentriamide-3HCl, As (NHCH2Ph.HCl) 3, was separated by 
sublimation at 170-200' and 2 mm. pressure, white solid, m. 
246* (decomposition), decomposed by H20 and EtOH. Dibenzyl 
aminearsentriamide-3HCl, As [N (CH2Ph) 2.HC1) 3, white solid, m. 252-4' 
(decomposition), decomposed by H20 and EtOH, was prepared similarly from 
AsC13 and 

dibenzylamine. Tribenzylaminearsentri amide trichloride. As [N (CH2Ph) 3C1] 3, 
white solid, m. 209-11* (decomposition), was obtained similarly from 
AsCl3 and tri benzyl amine. EtAsCl2 and piperidine gave a white precipitate 
consisting partially of piperidine-HCl, from which was separated by 
sublimation at 95-105* and 1 mm. pressure 

piperidineethylarsendiamide-2HCl, EtAs (NC5H10.HC1) 2, white solid, m. 
196', decomposed by H20; the C7H16 filtrate gave 
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piperidineethylchloroarsenamide, EtAsClNCSHIO, yellow, liquid, b8 
108*, reacts violently with H20 to give EtAsO and piperidine-HCl. 
EtAsI2 and PhNH2 gave a white ppt. consisting largely of PhNH2.HI from 
which no As compd. could be isolated; the filtrate gave 
' ani line ethyl iodoarsenamide, EtAsINHPh, light yellow oil, blO 110*, 
crystallizes to a yellow solid on standing, fumes in the air, reacts 
violently with H20. Ne2AsCl and piperidine gave a white ppt. consisting 
almost entirely of piperidine-HCl; the filtrate gave 
piperidinedimethylarsenamide. Me2AsNC5H10, colorless liquid, b8 
75*. considerably more stable toward H20 than the 
corresponding haloarsenamides. 
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cf. C. A. 28, 3051.5. NHBr2 was prepared by passing dry NH3 into Br in cold 
ether (3 NH3 + 2 Br2 -» NHBr2 + 2 NH4Br, . A study of the decomposition 
rates of the NHBr2 solution at 0* and -72* shows that the 
product decomposes very rapidly at 0*, but it is relatively 
stable at the lower temperature NHBr2 reacts with RMgX to produce RNH2, 
R2NH, NH3 and N2. The percentage yields of these products obtained in 2 
typical reactions were as follows: for BuMgCl: BuNH2 7.81, Bu2NH 2.21, NH3 
79.01, N2 5-9%; for PhCH2MgCl: benzylamine 29.61, dibenzylamine 5.51, NH3 
42.81, N2 4.71. 
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GI For diagram(s), see printed CA Issue. 

AB cf. C. A. 27, 5329. An improved method is given for the preparation of the 
"red labile isomer" (I) (C. A. 26, .5951), the yield being 8 g. from 25 g. 
(.tplbond. CC02Me)2 and 10 cc. C5H5N. Heated with 501 KOH I gives 12% 
C5H5N, (C02H)2, aconitic acid and a mixture of 2 compds., separated by MeCN 

into 

* a dicarboxylic acid, m. 229* (also obtained from the alkaline 
saponification of 

the "yellow isomer" (II)), and a compound, C12H906N, analyzed as the HC1 
salt, m. 185* (decomposition). With 30% HBr I gives crotonaldehyde; 
withHg(0Ac)2 in AcOH, "Hashimoto's compound" (C. A. 27, 5329) is formed. I 
and 50% KC104, heated until solution results, give the perchlorate, m. 
200', obtained also from the tribromide of II. I and (NC02Et) 2 in 
C6H6 give the addition complex, C23H47012N8, m. 170*; on catalytic 
reduction, this takes up 8 atoms H2, giving a yellow ester; I and 
(NC02Et)2 in MeOH give the previously described MeO compound, m. 
160'. I with 3 mols. CH2N2 gives 2 isomeric compds. (Ill and IV), 
yellow, m. 159* (decomposition), and m. 169* (decomposition) (formulas 
may be interchanged). Heating the isomer, m. 159* with concentrated HC1 
for a short time gives a raono-Me ester of V, m. 240' (decomposition); 
longer heating gives pyrazoledicarboxylic acid (V), ra. 260* 
(decomposition) . Catalytic reduction of the isomer m. 159' gives the 
compound C18H2308N3, m. 189*; concentrated HC1 gives V. The isomer m. 
169* on reduction gives the compound C18H2108N3, m. 155*. The 
relation of these facts to the structure of I are fully discussed. 
Quinoline and (.tplbond. CC02Me)2 in C6H6 give a "labile" addition product 
(VI), bright yellow, ra. 177*; this is changed into the 
stable red isomer (VII) by heating at 195' or by the action 
of concentrated H2S04 for 5 rain, or concentrated HBr for several hrs. 
Oxidation of VI 

or VII with dilute HN03 or Cr03 gives VIII, pale yellow, m. 129*. 

Boiling VIII with 50% KOH for 1 hr. gives the compound C14H904N, ra. 

259* (decomposition). VI (2 g.), boiled with 5 g. KOH in 300 cc. H20, 

gives quinoline and (002H)2; with 6 g. KOH in 25 cc. H20, 4 g. VII gives 

quinaldine; 5% KOH gives a dicarboxylic acid, C15H1104N, m. 247*. 

VI and concentrated HC1, warmed 5 hrs., give quinoline, while VII gives the 

HCl 

salt of an acid, ra. 259* (decomposition). VI and CH2N2 in C6H6 give a 
yellow compound (IX), C22H2108N3, m. 153'; VII does not react with 
CH2N2. IX with HCl gives quinoline and V. VII is not catalytically 
reduced with Pd or Pt, while VI yields with Pd a dihydro derivative, yellow, 
ra. 151'; this is unchanged after boiling S hrs. with concentrated HCl or 
concentrated KOH; oxidation gives VIII. With Pt VI gives a tetrahydro 
derivative, 

ra. 177*. VI and (:NC02Et)2 in MeOH give a MeO compound, C22H2109N, 

brick-red, a. 150'; oxidation gives quinaldic acid N-oxide, ra. 

171* (decomposition). The stable addition product (X) of 

quinaldine and (.tplbond. CC02Me)2 in AcOH, CHC13 or MeOH gives a 

tetrabromide (XI), yellcw, ra. 145-7* (decomposition); Zn dust in boiling 

1120 gives X; HC104 gives the broraopercblorate, C2ZH2108NBr.C104, m. 

217* (decomposition). Boiling XI with HC02H gives a dibroaide, m. 

14 5* which yields X with PhNH2. Catalytic reduction of X gives a 

dihydro derivative, C22H2308N (XII), yellow, ra. 164'; the labile isomer 

(XIII), m. 175*, gives a tetrahydro derivative, C22H2508N, m. 

175', and also a dihydro derivative, m. 125*. Oxidation of X 

with HN03 or Cr03 gives the compound C22H2109N, pale yellow, n. 138*; 

catalytic reduction of this gives the compound C22H3109N, ra. 181*. 

XII and dilute MeOH- KOH give a compound C21H2308N or C21H2108N, pale yellow, 

ra. 247-8*. X, heated with concentrated HCl for 15 hrs. at 110-20' 
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and again for 16 hrs. at 225*, gives a tricarboxylic acid, 
C17H1306N.H20, decompg. 245*1 distn. with CaO gives quinaldint. 
XI 11 and CH2N2 in C6H6 give tha coapd. C2SH2308N3, citron-yellow, m. 
138'i coned. HCl gives V. The original should be consulted for the 
discussion of the constitution of these coapds. 
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AB The products of pyrolysis of benzaldazine (I), anisaldazine, 
di-o-chlorobenzaldazine, p-tolualdazine (II), hydroanisasu.de, 
tri-o-chlorohydrobenzaaide (III) and benzoin hydrazone (IV) are given. 
Lopbine (V) or its corresponding derivative is obtained froa I, II, III and 
IV. v is probably derived froa I via benzalimine, the intermediate 
existence of which is supported by the fact that benzalf luorenoneazina on 
pyrolysis gives 9-iminof luorene. Benzylamine or dibenzylaaine on heating 
yields V and tetraphenylpyrrole (VI) i in the presence of stilbene only VI 
is obtained. The ketazines of Ph2CO and PhCOMe and the mixed ketazine of 
Ph2CO and fluorenone are core stable to heat than the above 
aldazines and tend to eliiainate PhCN rather than N. The pyrolysis of I is 
little affected by 1000 atns. of H or Ni with NH3 the reaction is complex. 
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AB cf. C. A. 14, 3418. As shown in the earlier paper, tetraacetylsalicin 
(A) , in which only the HO groups of the glucose residue are acetylated, 
exchanges the HO group in the side chain of the saligenin residue for Br 
when treated with HBr-AcOH, giving a Br derivative (B), Ac4C6H70SOC6H4CH2Br, 
which served as the mother substance for the preparation of a number of 

compds. 

described in the present paper. With Ag2C03 it gives a product from which 
A was separated only after repeated crystns.; as A is otherwise easily 
purified, the crude product must have contained another substance, 
perhaps an ether-like compound which, theoretically, might be formed from 2 
salicin residues in anhydrous solvents but which it has thus far not been 
possible to isolate. With AgN03 B gives well crystallized compds. 
containing*N at 

first but also yielding only A after repeated purification} 

probably the intermediate nitrate is not stabl* towards ale. 

Better results were obtained with amines and NH3. Thus, 100 g. B under 

100 cc. absolute KeOH treated with 400 cc. of an 8% solution of NH3 in MeOH 

and 

allowed to stand 3-4 days gives 8.5 g. disalicinamine (C) , 
NH(CH2C6H40C6H1105)2, needles f roa H20, begins to turn yellow 200', 
m. 205' (decomposition), (a]D23.5 -45.82* (N HCl) , easily 

soluble in dilute acids* 5 g. heated 3 hrs. on the H20 bath with 50 cc. of 

51 

HCl in a slow current of C02 gives 1.13 g. (O-H0C6H4CH2) 2NH, needles from 
ale, m. 168*, easily soluble in dilute acids and alkalies. The mother 
liquors from the C on evaporation in vacuo yield trisalicinamine as an oil 
which, heated 1 hr. on the H20-bath with 300 cc. Ac20 and 50 g. NaOAc, 
poured with stirring into 2 1. cold H20, neutralized with NaHC03 after 
several hrs., filtered, rubbed with 100 cc. warm MeOH to remove impurities 
and crystallized from 10 parts ale. gives 27 g. of 
dodecaacetyltrisalicinamine, 

microneedles, m. 173-5*. [«)D24 -45.13* (CHC13), 

easily soluble in dilute acidsi 10 g. heated 3 hrs. on the H20-bath in C02 

with 

51 HCl gives 1.8 g. tri-[o-hydroxybenzyl] -amine hydrochloride, stout 

needles, begins to decompose 110*, difficultly soluble in cold, easily 

in hot dilute acids and in dilute alkalies. Pentaacetylsalicinmethylamine 

(D), obtained in 20.31 yield from B and MeNK2 in MeOH shaken 2 hrs., 

allowed to stand 12 hrs., evaporated in vacuo to a sirup and heated 1 hr. on 

the H20 bath with Ac20-NaOAc, stout tablets from 50% MeOH, m. 165*. 

(a)D29 -37.68* (CHC13) , hydrolyzed by 51 HCl to 

o-hydrosybenzylnetbylaraine, precipitated as the phosphotungstate and 
isolated as 

the hydrochloride (yield, 44.61), fine needles from MeOH- Et20, m. 
130*. The AcOH mother liquors from D, neutralized with solid 
NaHC03, give 60 g. crude and 31 g. pure 

[octaacetyldisalicinjmethylamine, needles from Me2CO, a. 198-200', 

[a]D24 -35.40* (CHC13) . Pentaacetylsalicinethylamlne, prepared 

like 0 (yield, 13.81), needles from 50% ale, a. 96-7' i 

[ octa ace tyldi salicin] ethyl amine (yield, 20%), long needles from ale, ra. 

151-3*. Salicindiethylamine, from B and NHEt2 (yield, 63.5%), 

needles from petr. ether, a. 102-3*, (a]D30 -26.05* 

(CHC13), has a very bitter taste. (Tetraacetylsalicin) -me thy lphenyl amine 
(tetraacetylsalicin-N-aethylaniline), froa B and PhNHMe in MeOH (yield, 
76%), long needles froa MeOH, a. 140-1*. («] D30 
-19.86* (CHC13), gives in MeOH on the H20 bath with NH40H 70.2% 
saliclnaethylphenylamine, (a]D30.5 -36.23* (Me2CO) . 
Tetraacetylsalicintrimethyl ammonium bromide, froa B and NMe3 in ale. 
(yield, 91.5%), needles, sinters 65*. a. 68*. [«JD26 
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-42.37* (H20), tastes very bitter, hydrolyzed by HCl to 
o- hyd r oxyt rime thy lammoniua chloride (purified through the 
phosphotungstate and obtained in 66% yield), fine needles with 1 H20 froa 
He0H-Et20, ra. 96* (anhyd., 200* (decompn. ) ) . 
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AB S. has found that tetranitrome thane (a) is decomposed by aqueous alkalies 

in 2 

ways: (1) a + 2K0H - KN03 ♦ KC(N02)3 -f H20 (Hantzsch and Rinkenberger, 
Bar. 32, 629(1899)). and (2) 3a + 6KQH - 4KN02 + K2C03 + 3H20. The 
relative extent of each reaction depends on the concentration of the 
alkali, (1) 

increasing from 66-471 with 0.1 N KOH to 92.301 vith 14.04 N BOH. 
I odotri nit rone thane (b) . which with AgN02 alnost instantly gives a, is 
decomposed by alkalies only according to the equation 3b + 6K0H - 3KC(N02)3 
+ 2KI + KI03 ♦ 3H20 (Hantzsch, Ber. 39, 2479(1906)). Reaction (1) ltd 
willstatter and Hottenroth to conclude that in a two of the H02 groups 
have a peculiar position and they assigned the structure (02N)2-C.O.N0N02 
to a (Ber. 37, 1797(1904)), and since b gives only CH(N02)3, S. believes 
that reaction (2) depends on the fourth "nitro" group; the formation of 
KN02 makes the presence of a .tplbond. CONO grouping in a probable, as in 
the structure (O2N)3CCN0; both forms of a are in equilibrium, the first 

being 

the more stable in concentrated alkalies. In analyzing the decomposition 
products, the HN02: was determined by Gerllnger's method (boiling with NH4C1 
and determining as H (2. angew. Chemical 1901, 1250); by using Ba (OH) 2 
instead of 

KOH for the decomposition, the C02 could be determined as BaC03> the HN03 
was determined 

by means of nitron after the CH(N02)3: present bad been converted by H and 
Pd into a substance of as yet unknown constitution which dogs not react 
with nitron (the reduction of HN03 to HN03 under these conditions is 
negligible); the CH(N02)3 can be determined by distilling the solution, 
after boiling 

off the KN02: with NH4C1 and adding a few cc. of 84% H3P04, and determining 

it 

in the distillate with nitron (very little HN03 distils over). The Pd 
catalyst used in the reduction of the CH(N02)3 is prepared by treating 20 
parts BaS04 (precipitated hot) suspended in 400 parts hot H20 with 1.7 parts 
PdC12: in 50 parts H20 and I part of 40-501 HCHO, making faintly alkaline to 
litmus with NaOH, boiling until the liquid is clear and colorless, 
filtering, washing the gray precipitate with hot H20 to neutral reaction, 
dryi ng 

in vacua over KOH and powdering. In acid medium, also, a decomps. into 
HN02; thus 5 g. ra-MeC6H4NMe2 in 20 cc. ale. and 3.1 cc. HC1 (d. 1.19) 
heated on the H20 bath with 2.4 g. a gives 54% He (ON) C6H4NMe2 For the 
quant, estimation of CH(N02)3 in its compds., about 0.12 g. of the 
substance in 100 cc. H20 on the H20 bath, acidified with 1 cc. AcOH, is 
treated vith 10-12 cc. of 10% nitron acetate and after standing 2 hrs. in 
ice the precipitate is filtered on a Gooch crucible, washed with 5 cc. ice 
H20 in 

small portions and dried in vacuo over P205; the nitron nitroform, 
CH(N02)3C20H16N4, decomps. 136-41'. The following nitroform salts 
were prepared by neutralizing aqueous solns. of CH(N02)3 with the 
corresponding 

base: Di-isobutylamine, (C4H9)NH.CH(N02) 2, felted needles from Et0H-H2O 
(1:2), decomps. 121-3*, decomps. on standing; piperidine, serrated 
leaves from AcOEt-CHC13 (1:2), decomps. 100*, begins to liquefy 
after a time; dibenzyl amine, needles from EtOH-H20 (3:5), decomps. 
160-3*. That the failure to detect HN02 in the decomposition products 
of b was not due to its conversion into HN03 by the I in the alkaline 
solution 

was shown experimentally; I does not react with nitrites in alkaline 
solution 
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=> d dibenzylamine 

•DIBENZYLAMINE' IS NOT A VALID FORMAT FOR FILE • CAPLUS ' 
The following are valid formats: 



ABS GI and AB 

ALL BIB, AB, IND, RE 

APPS AI, PRAI 

BIB AN, plus Bibliographic Data and PI table (default) 

CAN List of CA abstract numbers without answer numbers 

CBIB AN, plus Compressed Bibliographic Data 

DALL ALL, delimited (end of each field identified) 

DMAX MAX, delimited for post-processing 

FAM AN, PI and PRAI in table, plus Patent Family data 

FBIB AN, BIB, plus Patent FAM 

IND Indexing data 

IPC International Patent Classifications 

MAX ALL, plus Patent FAM, RE 

PATS PI, SO 

SAM CC, SX, TI, ST, IT 

SCAN CC, SX, TI, ST, IT (random display, no answer numbers; 

SCAN must be entered on the same line as the DISPLAY, 

e.g., D SCAN or DISPLAY SCAN) 
STD BIB, IPC, and NCL 

IABS ABS, indented with text labels 

I ALL t ALL, indented with text labels 

IBIB BIB, indented with text labels 

IMAX MAX, indented with text labels 

ISTD STD, indented with text labels 

OBIB AN, plus Bibliographic Data (original) 

OIBIB OBIB, indented with text labels 

SBIB BIB, no citations 

SIBIB IBIB, no citations 

HIT Fields containing hit terms 

HITIND IC, ICA, I CI, NCL, CC and index field (ST and IT) 

containing hit terms 
HITRN HIT RN and its text modification 

HITSTR HIT RN, its text modification, its CA index name, and 

its structure diagram 
HITSEQ HIT RN, its text modification, its CA index name, its 

structure diagram, plus NTE and SEQ fields 
FHITSTR First HIT RN, its text modification, its CA index name, and 

its structure diagram 
FHITSEQ First HIT RN, its text modification, its CA index name, its 

structure diagram, plus NTE and SEQ fields 
KWIC Hit term plus 20 words on either side 

OCC Number of occurrence of hit term and field in which it occurs 

To display a particular field or fields, enter the display field 
codes. For a list of the display field codes, enter HELP DFIELDS at 
an arrow prompt (=>) . Examples of formats include: TI ; TI,AU; BIB, ST; 
TI,IND; TI,SO. You may specify the format fields in any order and the 



information will be displayed in the same order as the format 
specification. 
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All of the formats (except for SAM, SCAN, HIT, HITIND, HITRN, HITSTR, 
FHITSTR, HITSEQ, FHITSEQ, KWIC, and OCC) may be used with DISPLAY ACC 
to view a specified Accession Number. 
ENTER DISPLAY FORMAT (BIB): OCC 



\ 
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FIELD COUNT 
AB 1 
ST 1 
IT 10 
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=> s dibenzylamine 

2667 DIBENZYLAMINE 
38 DIBENZYLAMINES 
L13 2688 DIBENZYLAMINE 

(DIBENZYLAMINE OR DIBENZYLAMINES) 

=> d his 

(FILE 1 HOME ' ENTERED AT 16:14:00 ON 11 APR 2005) 

FILE 1 REGISTRY 1 ENTERED AT 16:14:08 ON 11 APR 2005 
LI IS DIBENZYLAMINE/CN 

FILE 'CAPLUS' ENTERED AT 16:14:43 ON 11 APR 2005 



L2 


1990 


S 


103-49-1/RN 


L3 


408778 


S 


? COLOR 


L4 


1791 


S 


? COLOUR 


L5 


409531 


S 


L3 OR L4 


L6 


28 


S 


L2 AND L5 


L7 


1658396 


S 


PUR? 


L8 


. 1454481 


S 


STAB? 


L9 


131 


S 


L2 AND L7 


L10 


138 


S 


L2 AND L8 


Lll 


256 


S 


L9 OR L10 


L12 


243 


S 


Lll NOT L6 


L13 


2688 


S 


DIBENZYLAMINE 



=> s 113 and 15 

L14 72 L13 AND L5 

=> d 114 not 16 

L6 IS NOT VALID HERE 

For an explanation, enter "HELP DISPLAY". 

=> s 114 not 16 

L15 4 9 L14 NOT L6 

=> s 115 not 111 

L16 49 L15 NOT Lll 

=> s 116 not 112 

L17 49 L16 NOT. L12 

=> d 117 1-49 abs ibib 
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AB Fifteen diaaagnetic CufirL complexes of Cu(I) w *re prepared Id anhydrous 
BtOAc 

by adding an EtOAc solution containing an excess of ligand (L - amine or 
heterocyclic base) to a solution of CuBr (ligand, color, m.p. 
given): PhCH:KPh, black, 156*; PhZNH, green, 243* (decompose); 
PhNHBt, black, 218' (decompose); Me2NCH2CH2CH2KH2, green, 218" 
(decompose)/- C6H4KHPh, black. 191*1 PhCH2HHPh, black, 251"i 
(PhCH2)2KH. green, 106* / PhNHNe, black, 127*1 PhNEt2, dark 
brown, 120*/ PhNM*2, steel gray, 117*; a-picoline, 
brown, 224 "j |3-picoline, green, 206* ; y-picoline, 
yellow-brown, 165*; piperidine, light brown, 211* 

(decooposi ti on) ; piperazine, green, 140* (deconpose) . The compds. were 
semicryst. powders, stable in dry air at room temperature, and insol. in 
nonpolar solvents. They dissolved in dilute acids. The ir spectra were 
recorded for the CuBr complexes with Ph:NPh, Ph2NH, y-picoline, and 
piperazine. The free amine band at .apprx.3470 cm. -1 was shifted to 
3000-460 cm.-l in the complexes. No structural change in the C6H6 ring or 
C-N band on coordination was evident. 

ACCESSION NUMBER: 1968:92574 CAPLUS 

DOCUMENT NUMBER: 68:92574 

TITLE: Complexes of cuprous bromide with secondary and 

tertiary amines and heterocyclic bases in nonaqueous 
media 

AUTHOR (S): Prasad, Sarju; Trivedi, S. R. C. 

CORPORATE SOURCE: Banaras Hindu Univ., Varanasi, India 

SOURCE: Journal of the Institution of Chemists (India) (1968), 

40(Pt. 1), 9-14 

CODEN: JOICA7; ISSN: 0020-3254 
DOCUMENT TYPE: Journal 
LANGUAGE: English 
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AB Urbach* s light sensitive system was used to test the effectiveness of sun 
screening agents. Red Veterinary Petrolatum, Red Veterinary Petrolatum 
with vitamin B2, 2-ethylhexyl salicylate, 2-ethoxyethyl 
p-methoxycinnamate, homcaenthyl salicylate, iso-Bu p-aminobenzoate, 
p-aminobenzoic acid, and 2-bydroxy-4-methoxybenzophenone-5-sulfonic acid 
were tested. The Urbach system consists of a mixture of 62 mg. methyl 
yellow, 120 mg. hexachlorocyclopentadiene, 10 mg. dib«nrylamin«. 
and 447 g. Paraplast. The wai is melted and the other materials are 
added. The melt is poured in uniform layers into Petri dishes. A brass 
plate 167 ^ thick, which fits inside the Petri dish, is pierced with a 
center hole and 8 holes equally spaced around the center hole. Each hoi* 
is 6 ma. in diameter The material under test was mixed with melted 
polyethylene glycol 1500 except in case of Red Veterinary Petrolatum and a 
mixture of this with vitamin B2. Fifty mg. of one of these mixts. was 
placed in each of the peripheral holes and plain propylene glycol 1500 in 
the center hole, and smoothed off to form an even layer. The dish was 
then exposed to a Westing-house S.S. 20 fluorescent sunlamp at a distance 
of 25.5 cm. for 20 min. On the basis of the change in color of 
the Urbach wax, the sunscreen agents were classified as good, fair, and 
poor. The results obtained do not confirm results obtained by the 
spectral absorption method but are more nearly in line with results 
actually obtained in use on the skin. However, for absolute certainty, 

actual 

testing on a fairly large number of human subjects may be required. 
ACCESSION NUMBER: 1967:108175 CAPLUS 

DOCUMENT NUMBER: 66:108175 

TITLE: Evaluation of sunscreen agents 

AUTHOR(S): Das Gupta, Vishnu 

CORPORATE SOURCE: Sch. of Pharm. , Univ. of Georgia, Athens, GA, USA 

SOURCE: Journal of the Society of Cosmetic Chemists (1967), 

18(3). 143-7 

CODEN: JSCCA5; ISSN: 0037-9832 
DOCUMENT TYPE: Journal 
LANGUAGE: English 
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AB cf. CA 61, 16032c. Refluxing 90 g. 6-methylthio-3-methylbenzyl chloride 

with 400 g. urotropine and 430 ml. 50% AcOH 3 hrs., followed by addition of 
153 al. concentrated HC1 and heating 5 min. longer, gave after extraction 

with C6H6 

80% 6-methylthio-3-raethylbenzaldehyde (I), b3 125-7*, ra. 

26-6.5** 2,4-dinitrophenylhydrazone m. 253-4*. I (20 g.) in 

Et20 was added to liquid NH3 under argon atmospheric, followed by 6.6 g. Na 

added 

gradually to give a stable blue colon excess Na was decomposed 
with NH4C1, the mixture evaporated and treated with aqueous NH40H and C6H6 
to yield 

64.5% C16H15NS2, possibly 3, 9-dimethyl-6, 12-iminodibenzo- (b, f ] - 
(5,11] ,dithiocin, (II) ,ra. 206-6. 5* . Also formed was 

2-hydroxymethyl-4-methylthiophenol, b5 135-8* (with some decomposition), 

which gave the Hg salt, m. 198-9*/ disulfide m. 95-6*. In 

expts. in which all traces of residual NH3 were removed by heating prior 

to the aqueous treatment of the reaction mixture, there was also formed 

6-thiolo-3-methylbenzoic acid, isolated as the corresponding disulfide, m. 

290-1*. II and Ac20 gave N-acetyl derivative, m. 201-2*. which 

with Raney Ni in C6H6 9 hrs. at 50-60* gave 71.5% 

N,N-bis(3-methylbenzyl)acetamide (III), b0.3 149-50*. Ill heated 

with aqueous HC1 gave the free amine, isolated as HC1 salt, m. 

197.5-8*. - 

ACCESSION NUMBER: 1967:55447 CAPLUS 

DOCUMENT NUMBER: 66:55447 

TITLE: Action of sodium in liquid ammonia on 

6-methylthio-3-methylbenzaldehyde 
AUTHOR(S): Gol'dfarb, Ya. L.; Skorova, A. E. ; Kirmalova, M. L. 

CORPORATE SOURCE: N. D. 2elinskii Inst. Org. Chem. , Moscow, USSR 

SOURCE: Izvestiya Akademii Nauk SSSR, Seriya Khimicheskaya 

(1966), (8), 1421-5 

CODEN: IASKA6; ISSN: 0002-3353 
DOCUMENT TYPE: Journal 
LANGUAGE: Russian 
OTHER SOURCE(S): CASREACT 66:55447 
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Complex compds. containing 1 mol. TiC13, 2 mols. of a secondary or tertiary 
amine, and 1 mol. of EtOAc have been prepared Anhydrous T1C13 was prepared 



the reduction of TiC14 with finely divided Al powder at 190*. The 
black mass of TiCl3 was extracted with anhydrous EtOAc and filtered. 
Complexes 

were prepared by addition of the amine solution in EtOAc in small 
quantities to 

TiC13 solution in such a way that TiC13 was in slight excess. The product 
was filtered in a dry atmospheric, washed with EtOAc, pressed between filter 
paper, and then dried in a vacuum desiccator. The compds. are colored and 
fairly stable. They are insol. in nonpolar organic solvents, soluble in 
dilute 

mineral acids, slightly soluble in EtOH, and hydrolyze in H20. Some, such 

as 

the compds. formed with methylaniline, N-benzylaniline, and tribenzylamine 
are slightly soluble in He2CO. All of the compds. lose weight 
corresponding to 

1 mol. of EtOAc when heated at 100*. On further heating, some of 
them give a sharp m.p. while others melt with decomposition The following 
compds. were prepared which have the probable formula TiC13. 2A. EtOAc (A, 
color of complex, and m.p. given): dib«niy lamina, cream 
yellow, 160'i diraethylaniline, light brown, 280* (decomposition)) 
N,N' -diphenylbenzidine, cream yellow, 300* (decomposition)* 
N-benzylaniline, cream yellow, 210* (decomposition); benzalani line, 
yellow turning to apple green, 200* (decomposition); ethylani line, dirty 
cream, 170*; tribenzylamine, cream yellow, 130*; Et2NH, 
light brown, 185* (decomposition); MeNH2, dirty green, 200*; 
Et3N, dirty cream, 200*; diethylaniline, light brown, 240* 
(decomposition); and Ph2NH, orange red turning to apple green, 255*. 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 



DOCUMENT TYPE: 
LANGUAGE: 



1967:16134 CAPLUS 
66:16134 

Complex formation of anhydrous titanium (I II) chloride 
with secondary and tertiary amines 
Prasad, Sarju; Devi, K. Shyamala 
Banaras Hindu Univ., Varanasi, India 

Journal and Proceedings of the Institution of Chemists 

(India) (1966), 38(4), 178-80 

CODEN: JPICAE; ISSN: 0368-3648 

Journal 

English 
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AB Twenty- eight substances known to affect the mammalian autonomic nervous 
system were injected into intact P. phoxinus. The responses of tbe 
aelanophores were recorded and tbe reactions of Phoxinus and mammals vere 
compared. Tbe saae substances vere applied and tbe aelanopbore responses 
studied in isolated pieces of skin, in whole animals during elec. 
stimulation, and in aniaals whose spinal cords and (or) spinal nerves bad 
been sectioned. No evidence was obtained for the presence of cholinergic 
pigment-dispersing fibers. Marked pigment-dispersing effects were 
obtained only with substances which interfere with the normal working of 
adrenergic mechanisms, or with transmission in sympathetic ganglia in 
mammals, e.g., adrenergic blocking agents, deplete rs of catechol amines, 
ganglionic blocking agents. 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
ORIGINAL REFERENCE NO. 
TITLE: 

AUTHOR (S): 
CORPORATE SOURCE: 
SOURCE: 



DOCUMENT TYPE: 
LANGUAGE: 



1966:501784 CAPLUS 
6S:101784 
65: 19048b, 19049a 

The effects of drugs on the background color 
response of the minnow Phoxinus phoxinus 
Healey, E.G. / Ross, D. M. 
Univ. London 

Comparative Biochemistry and Physiology (1966), 19(3), 
545-80 

CO DEN: CBCPAI; ISSN: 0010-406X 

Journal 

English 
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AB cf. CA 63, 2952c. p-ONC6H4NEt2 (I), p-ONC6H4N (CH2Ph) 2 (II), and 
p- ni t ros ophe ny loo rpho line (III) were condensed with 1,2- 
dimethylquinolinium perchlorate (IV) and the 1,4-isoaer (V) of IV to give 
the corresponding anils and with l-methyl-2- (pyridiniomethyl)pyridinium 
diperchlorate (VI) and the 1,4 -isomer (VII) or VI to the corresponding 
nitrones. The diiodide analog of VI in a little H20 treated with excess 
saturated aqueous NaC104 yielded 751 VI, m. 263-4*. Similarly was prepared 
VII, 8 51. m. 236-7*. PhN(CH2Pb)2 (20 g.) in 300 cc. absolute EtOH and 
16 g. concentrated H2S04 treated dropwise at 5" with stirring with 13 g. 
iso-AmONO yielded 11 g. green II, m. 94-5* (EtOH). IV (0.01 mole) 
in 50 cc. hot MeOH treated with 0.01 mole appropriate nitroso compound and 
then 3 drops piperidine yielded the corresponding VIII (X, m.p. , 
color, and % yield given): Et2N, 204-6' (HCONMe2-EtQH) , 
dark green with a metallic luster, 50i (PhCH2)2N, 215-17* 
(HC0NHe2-Et0H) , brown-violet to black-green, 55; morpholino, 240-5* 
(HCONMe2-EtOH) , black-green, 70. VII gave similarly the corresponding IX 
(same data given): Et2N, 216-18*, dark green with a metallic 
luster, 70» (PhCH2)2N, 200-2*. brovn-violet to dark green, 75; 
morpholino, 150-5* (or 195' on slow heating), dark green, 
70. VI (0.01 mole) in 20 cc. hot H20 or the VII in 30 cc. hot H20 treated 
with stirring with 0.01 mole appropriate nitroso derivative and 1 cc. 
piperidine in 20 cc. MeOH yielded the corresponding X; in the runs with 
II, 0.01 mole each of the reactants in 30 cc. HC0NMe2 treated with 1 cc. 
piperidine and after a few min. diluted with 150 cc. EtOH gave the 
corresponding X. In this manner were prepared the following X (X, position 
of the side-chain, m.p., color, and » yield given): Et2N, 2, 
136-8* (EtOH) (red) (or about 95* (red-brown with green 
luster), red, 80i (PhCH2) 2N, 2, 168-71* (HCONMe2-EtOH) , red-brown 
to brown-violet, 90; morpholino, 2, 174-6* (HC0NMe2-Et0H) , 
red-brown, 75; Et2N, 3, 180-2* (HCONMe2-EtOH) , black-violet with a 
green luster, 90; (PhCH2)2N, 3, about 180* (HCONMe2-EtOH) , 
red-brown, 85i morpholino, 3 (containing 1 mole HC0NMe2) , 105-8* and 
185-90*, brown-violet, 90. 

ACCESSION NUMBER: 1966:75702 CAPLUS 

DOCUMENT NUMBER: 64:75702 

ORIGINAL REFERENCE NO.: 64:14165a-f 

TITLE: Azomethines with nitrogen mustard groups. VIII. Anils 

and nitrones from p-nitroso-N,N-diethylaniline, 
p-nitroso-N,N-dibenzylaniline, and 
p- nitros ophe nylmo rpho line as comparison substances 
without nitrogen and mustard groups 

AUTHOR(S): Schulze, Werner; Willitzer, Horst 

CORPORATE SOURCE: Deut. Akad. Wiss., Berlin 

SOURCE: Journal fuer Praktische Chemie (Leipzig) (1966), 

31(3-4), 131-5 

CODEN: JPCEAO; ISSN: 0021-8383 
document TYPE: Journal 
LANGUAGE: German 
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AB A method is described for preparing colored reproductions by electrography. 
Permanent reproductions are obtained by selectively depositing and 
irreversibly bonding a H20-insol. organic compound to the surface of a 
dye-sensitized photoconductor on an elec. conductive carrier by 
electrolytically decomposing onium ions. Iso-BuCOMe (139 g.), 252 g. ZnO 
(having a particle size <10 n) , 210 g. 30) 3:7 butadiene-styrene 
copolymer in MePh, 50 cc. 0.51 Acid Blue 1 in MeOH, 20 cc. 0.5% Acid Red 
92 in MeOH, and 5 cc. Basic Red 92 in MeOH ground 20 min. in a Waring 
Blendor, filtered through a coarse glass filter, and coated onto an Al 
sheet, and the sheet dried in the dark in warm air and dark-adapted during 
24 hrs. gave a photoconductive sheet with a high response at 460-5, 560, 
and 660 m- ZnO 34.4, Pliolite E-7 29.6, and Me2C0 11.8 milled 8 hrs., 
diluted with AcOEt 23, mixed with 0.5* Phosphine R-MeOH 2 and 0.5* Xylene 
Cyanol FF-MeOH 0.6 part, and coated in the usual manner gave a 
photoconductive layer. The photoconductive sheet placed with its Al 
backing onto the metal base (neg. electrode) of a developing tray, exposed 
to light under a negative, a pos. electrode placed in the developer tray 
which was then filled with tbe desired onium salt solution, and a 30-v. 
current passed 10 sec. through the photoconductor sheet which was then 
washed with hot H20 (about 140*F.) and dried gave a pos. 
color image; if reexposure of the sheet is desired, dark 
adaptation is again required. Alcian Blue 8G N (5 g.) in 100 cc. H20 
similarly gave a cyan image. Bis (chloromethyl) -4, 4 *-bis(6-methyl-2- 
benzothiazolyl)azobenzene (5 g.) and 25 g. CS(NMe22)2 (I) pasted with H20 
and heated 1 hr. at 90*C. gave a yellow thiuronium salt which 
yielded yellow images by the process of this invention. Coupling product 
(5 g.) from Naphthol AS-LG and Fast Red Salt FRN in 75 g. 100* H2S04 
treated at O'C. with 25 g. ClCH20Me, stirred 25 min. at 
60'C, and poured onto ice, and a 5-g. portion of the product 
pasted with 25 g. I and a little H20, heated 1.5 hrs. at 90*C, and 
diluted with 200 g. Me2CO gave a dark precipitate which, as a 5* aqueous 

solution, gave 

yellow images on the ZnO conductor sheets. Indigo Yellow (2.5 g.) and 5 g. 
I gave similarly a gum which in aqueous solution gave yellow images. 
BzCH2C02Et 

condensed with 2, 5- (MeO) 2C6H3NH2 in boiling xylene, the product coupled in 
C5H5N with the diazotized amine obtained by condensing p-AcNKC6H4S02Cl 
with Et2NCH2CH22NH2, and the coupling product hydrolyzed gave a yellow azo 
dye; a 2.9-g. portion heated 20 hrs. on the steam bath with 2 g. BzCH2Br 
and 0.5 g. NaHC03 in 50 cc. 95* EtOH gave a yellow solid which produced 
brilliant yellow dye images with a strong metallic luster on the surface 
of ZnO photoconductor sheets; a 3-g. portion of the azo dye in 25 cc. AcOH 
stirred 1 hr. on the steam bath with 2 cc. (C1CH2) 20, and the product 
heated 1 hr. on the steam bath with 10 g. I and poured into 200 cc. 
boiling C6H6 gave a solid which produced yellow images with a bronze 
luster. Basolan Chrome Brilliant Red 3BM (15 g.), 40 cc. S0C12, and 1 
drop C5H5N kept overnight, the resulting chloride (11.2 g.) treated slowly 
with stirring with 5.5 g. p-02NC6H4NH2 in 30 cc: dry HCONMe2 and then 
dropwise with 5 cc. CSHSN and heated 0.5 hr. on the steam bath, the 
product dissolved in 100 cc. C5H5N, treated with a few drops HC1 and 
slowly with 15 g. powdered Fe, heated 1 hr., and diluted with H20 to 1 1., 

the 

precipitate (3 g.) treated with 10 cc. C1CH2COC1 and 2 g. AcOX, and the 
resulti ng 

red-brown solid heated 0.5 hr. on the steam bath with 15 g. I gave a 
reddish gum which produced magenta images. Anthragen Red Violet RHC (5 
g.) treated successively with 25 g. (C1CH2J20 and 20 g. I gave a solid 
which produced reddish purple images, p-AcNHC6H4NH2 treated with 
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2,3-HOC10H6CO2H and PC13 in hot MePh, heated several hrs. with dil. aq. 
KOH, and coupled with diazotized 4, 2 -ClMeC6H3NH2 in C5H5N-HCONMe2, and the 
product treated successively with C1CH2COC1 and I gave a thiuronium salt 
which produced magenta images. C14H29NH2 (B.S g.) and 3.9 g. KOAc in 50 
cc. MeOH added during 15 min. to 10 g. p-ClCH2C6H4S02Cl in 80 cc. MeOH and 
stirred 2 hrs. yielded 6 g. p-ClCH2C6H4S02NHC14H29 (II). II (1.0 g.) and 
0.4 g. I heated several min. at 110'C. gave 1.2 g. gelatinous 
thiuronium salt (III). Ill deposited a colorless neg. image on a ZnO 
photoconductor sheet; the areas so coated were H20-repellent and were 
preferentially dyed by an aq. Basolan Chrome Brilliant Red 3BM soln.; the 
unexposed portions which were not coated can be removed with HC1 and AcOH, 
or can be preferentially dyed with an acid-sol, azo dye, or can be^ 
rendered hydrophilic with aq. borax to give a sheet which can be inked for 
use as a lithographic plate in the hydrophobic portions. Ill soln. contg. 
a suspended pigment from Naphthol AS-LG and Fast Red Salt ITRN gave a neg. 
yellow image on the exposed portions of the photoconductor sheet; a black 
image was obtained when the soln. contained carbon black. A 0.5* aq. soln. 
(100 cc.) of (p-C14H29NHCOC6H4NMe3)Cl and 100 mg. 5-(2,5- 
MeO(Et2NS02)C6H3N:NCHBzCONH) deriv. of 2-heptadecylbenzimidazole gave a 
clean bright yellow image. Dye IV (50 mg.) and 1 g. Beetle Resin 227-8 in 
10 cc. EtOH added to 100 0.5* aq. (p-C14H29NHC0C6H4NMe3] CI and used as the 
electrolyte deposited a purple-black image. C16H33NMe22 (13 g.) and 10 g. 
BzCH2Br in 60 cc. dry C6H6 kept 72 hrs. at room temp, gave 
[C16H33NMe2CH22Bz)Br (V) . V (0. 6 g. ) , 0. 5 g . zein, and Azosol Fast Yellow 
GT in 10 cc. hot EtOH added to 100 cc. H20 with stirring gave a dispersion 
which produced bright yellow images; this soln. was also used for the 3rd 
image to make full color images in 3 stages with the 1st image 
obtained with Alcian Blue 8GN and the 2nd with Astraphloxin FF. V (0.6 
g.), 0.2 g. Azosol Fast Red 3 BA, and 0.2 g. zein in 10 cc. EtOH added to 
100 cc. H20 gave a dispersion which produced magenta images. Cyanuric 
chloride condensed in Me2CO in the presence of NaHC03 with 
Nl - te trade cyl sulfanilamide, and the product heated 0.5 hr. with 5 parts I 
on the steam bath and dild. with H20 gave a soln. which deposited a 
colorless oily neg. image, p-ClCH2C6H4COCl (IB. 5 g.) in 150 cc. hot xylene 
re fluxed 1.5 hrs. with 6 g. 1, 5-diaminoanthraquinone (VI), treated with an 
addnl. 6 g. VI and heated 3 hrs., and the resulting yellow solid, m. 
224-40*C, heated on the steam bath with 10 parts I gave a 
thiuronium salt which produced yellow images. A ZnO sheet exposed in all 
areas to white light, colored by electrolytic deposition with Alcian Blue 
8GN, dark adapted by contacting with hot H20 and drying, exposed to a 
photographic image, contacted with a suspension of T102 in dil. aq. Ill, 
and subjected to the electrodeposition process deposited selectively T102 
in the light-struck areas of the sheet producing thus a pos. image formed 
by the remaining blue-green areas. Full color pos. images can 
also be obtained by this process by employing a photoconductor sheet which 
is colored by a mosaic pattern of yellow, cyan, and magenta sites. 
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AB cf. Bonitz, CA 50, 164f. From R2A1H and azoaethines or secondary amines 
were prepared R2-A1NR2*, which agisted as associated coepds. In spit* of 

this, 

the coepds. formed sol. coepds. [electron-donor-acceptor (EDA) complexes] 
with strong electron donors. The EDA complexes were colored when the 
ligand was an azorae thine or aromatic N-heterocycle. (All expts. were 
conducted in an argon atmospheric with exclusion of light and moisture » 
solvents 

were dried by distillation from X-Na alloy, freed of air, and withdrawn 

under 

argon; m.p. determined under argon in sealed 1-2 ma. tubes.) p-MeC6-H4N: CHPh 
(I), a. 44*. PhCH2N:CHPh (II), bO.OOl 93*, 

p-MeC6H4N:CHC6H4Me-p (III), P-C10H7N: CHPh (IV), a. 100-1*, 
«-C10H7N:CHC10H7-<» (V), ra. 113-15*. and PhN:CHPh (VI), 
a. 56*, were prepared R2ALH (VII) (R - iso-Bu throughout this abstract) 
(15.6 g.) in 20 cc. C6C6 treated gradually at rooa temperature with 18.1 g. 

VI 

in 40 cc. C6H6, and the mixture stirred several ain. until the initial red 

color turned yellow gave 27.8 g. R2-AlNPhCH2Ph (VIII), m. 

102-5*, yielding, on methanolysis in C6C6, PhNHCH2Ph (IX), bO.OOl 

100*, m. 37*. IX and a slight excess VII in C6H6 heated 

until the calculated amount H was evolved gave VIII. VII (14.9 g.) in 10 

cc. 

C6H6 was treated dropwise with 21.9 g. Ill in 60 cc. C6H6 with stirring 

and moderate cooling to give 21.7 g. R2AlN(CH2c6H4Me-p) C6H4Me-p. V and 

VII treated similarly gave R2AlN(CH2C10H7-a)clOH7-<i (X). 

Phenanthridine (17.9 g. ) in 40 cc. hot C6H6 treated gradually with 15.6 

g. VII with stirring and external cooling, and when the exotheraic 

reaction subsided, the aixture stirred 10 ain. until it became color 

-less gave 28.1 g. R2A1Z (Z - 5, 6-dihydrophenanthridin-5-yl) (XI) decomposed 

162-5*. 9, 10-Dihydrophenanthridine (XII) in C6H6 added dropwise at 

0* to a slight excess of VI 1 in C6H6 gave 911 XI, decomposed 

165*. From Et2AlH and PhNHMe was prepared Et2AlNMePh, bO.005 

190* (decomposition) . Addition of 13.4 g. Ph-NHHe in C6H6 to 19.2 g. VII 

at 0* gave 21.8 g. R2AlNMePh, decomposed 110-14* 

(C6H6-pentane) > on distillation in vacuo isobutene was partially eliminated. 
From Ph2NH and VII was prepared 50-60% R2AlNPh2, decomposed 80-5* 
(softens above 70*). Similarly, Bu2AlH and Ph2NH gave Bu2AlN?h2 
(XIII). Bu3Al (30.6 g.) and 25 g. Ph2NH in C6H6 boiled 3 h. (3.4 1. pure 
butane was evolved) gave 27 g. XIII, a. 85-6* (slight decomposition). 
VI (36.2 g.) in 35 cc. C6H6 added to 14.2 g. VII in 80 cc. pentane with 
stirring and moderate cooling and the mixture stirred 1 h. gave 43.8 g. 
orange-red EDA complex, R2(Ph (PhCH2)N] Al «- NPh:-CHPh (XIV), decomposed 
85*, v 1600 cm.-l Crystalline VIII treated with an equimolar amount VI 
also gave XIV. XIV decomposed in C6H6 with EtOH, H20, and aqueous Na2C03 
followed by measure merit of the extinction in the region 27,000-30,000 
cm.-l showed that 501 of the VI added was present unchanged, and, 
therefore, bound as a complex. XIV in C6H6 boiled 5 h. resulted in a 
change of the red color to pale yellow. VII (28.4 g.) in 50 cc. 
C6H6 treated with 108.6 g. VI in 150 cc. C6H6 with stirring and cooling, 
the solution refluxed 5 h. (oil bath at 90-5") (11.4 g. isobutene 
evolved), and the residual isobutene displaced by a current of argon 
resulted in formation of RA1 (NPhCH2Ph) 2i hydrolysis and cleavage with HC1 
of the VI (0.2 mol) still present gave 15.2 g. PhNH2. VII (14.2 g.) 
treated with 36.2 g. VI in 100 cc. xylene under cooling, the solution of XIV 
treated with 29 g. VI, and boiled 4 h. at 160* (oil bath) gave 9.1 
g. isobutene. VIII (19.4 g.) treated with 11 g. IX in C6H6 gave 24.4 g. 
colorless EDA complex, R2(Ph(PhCH2)N] Al NHPhCH2Ph, decomposed 
110-15* (sinters above 95'). I (19.5 g.) in 40 cc. pentane 
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added dropwise to 7.1 g. VII gave 18.1 g. orange-red EDA complex, 
R2( (pHeC6H4) (PhCH2)N}Al «- N(: CHPh) C6H4Me-p, decompd. 126*. II 
(2 mol) treated with 1 mol VII in C6H6 at below 40* gave 
orange-yellow R2 (PhCH2) 2N] Al «- N( :CHPh)CH2Ph. VII (4.3 g.) in 10 
cc. C6H6 treated with 15.4 g. Ph2C: NPh (XV) in 30 cc. C6H6, the mixt. 
stirred 2 h. at 40*, and the black- red soln. cooled to 5* 
and partially coned, (concn. increased formation of ppt.) gave 5.5 g. XV, 
m. 113', which indicated that the complex had decompd. during 
isolation* the mother liquor dild. with C6H6, decompd. with EtOH and a 
little H20, filtered from A1(0H)3, and evapd. in vacuo gave a gum, which 
yielded 7.3 g. Ph2CHNHPh, a. 85* (EtOH), after treatment with a 
little EtOH. VII (14.2 g.) in 15 cc. C6H6 treated gradually with 46.2 g. 
IV in 60 cc. hot C6H6 gave 8 g. orange-red R2(2-C10H7(PhCH2)N]Al *■ 
N(:CHPh)C10H7-2, m. 40' (slight decompn. ) , decompg. in soln. X 
(21.2 g.) aade into a paste with 10 cc. C6H6, treated with 19.7 g. V in 20 
cc. hot C6H6, heated 3 h. at 60*, coned, in vacuo, and dild. with 
30 cc. pentane gave 18.5 g. black-brown R2[aC10HT(«- 
C10H7CH2)N)A1 N(: CHC10H7-«) C10H7-«, decompd. 
98-100*, which gave a deep red color and partially 
decompd. in soln. Phenanthridine (35.8 g.) in 60 cc. hot C6H6 added 
dropwise to 14.2 g. VII gave 42 g. light red EDA complex, XI complexed 
with phenanthridine, ra. 118* (slight decompn.) . VII (14.2 g.) 
treated with 35.8 g. acridine in 85 cc. hot C6H6, and the aixt. kept 3 h. 
at 70* gave 38.8 g. dark brown EDA complex, dii sobutyl-9, 10- 
dihydroaeridylalumlnum complexed with acridine, decompd. 192*, 
giving a deep green C6H6 soln. with v 15,900 cm.-l) concn. of the 
mother liquor gave 9.9 g. addnl. impure complex. XI (1 mol) treated with 
1 raol XII in C6H6 and the soln. coned, gave the corresponding colorless 
EDA complex, decompd. 134-5* (reddens above 115*). 
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AB Spectral studies were made on 0.01M solns. of the low-spin, purple complex 
(Ni(S2P(OEt)2)2 - Ni(dtp))2 mixed with various amines in the same solvent. 
With PhNH2, Ph2NH, and MeCN, the purple color is unchanged. 
Ethanolamines, NH2CH2CH2NH2 , NH2CH2CH2CH2NH2, and gaseous NH3 give pale 
bluish green colors and violet decomposition products precipitate after a 

few hrs. 

Secondary amines (Bu2NH, iso-Bu2NH, Et2NH, piperidine, dicyclohexylamine, 
and dlb«nzylaaln«) give strong yellow or orange colors. This is 
attributed to the formation of a distorted 5-coordinate low-spin complex. 
Tertiary aaines give about 201 of the yellow form. 2, 2'-Bipyridine and 
o-phenanthroline give high-spin green crystalline compds. Absorption bands 

for 

the yellow adducts are tabulated. 
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AB 5- (Di substituted amino) -1,296, 3,4- thiatriazoles (I) containing groups of 
varying electronegativities to prevent a possible tautomeric shift vere 
synthesized via N,N-di substituted thi oca rbamoy 1 chlorides (II) and froa 
4, 4 -di substituted thiosemicarbazides (III). The III vere prepared fron II 
and froa thioglycolic acids. The II were prepared by the dropwise addition 

of 

0.05-0.24 noles thiophosgene in 50 ml. Et20 over 45 rain, to 0.1-0.48 moles 

appropriate secondary amine in Et20 at less than 5*. Filtration 

and concentration of the reaction mixture gave II recrystd. from CHC13 and 

petr. 

ether. In this manner N,N-di ethyl- (IV) , N-methyl-N-phenyl- (V) , 
N-ethyl-N-phenyl- (VI) , and N, N-di benzyl thiocarbaaoyl chlorides (VII) were 
prepared in 38-60% yield. The N,N-diaethyl compound, however, was prepared 

by 

Bi lliter's (Ber. 31, 4 319 (1904)) method of direct thiophosgenation of 
dimethylaaine hydrochloride in the presence of NaQH. Variation of the 
moles of NaOK and temperature gave yield of 1.6-50% 
N . N-d i me thy 1 thi oca rbamoy 1 

chloride (VIII). Extraction of the mother liquor with CKC13 gave 
tetraethylthiuram monosulfide which also was obtained by treating 
tetramethylthiuram disulfide with ECN. The preparation of III from II was 
accomplished by the addition of 0.02*0.11 mole of the appropriate II to 
0.044-0.22 mole hydrazine at 0-5* in Et20 over 30 min. and 
recrystg. the precipitated solids from absolute EtOH. The compds. prepared 

were: 

4,4-diaethyl-(IX), m. 156-7** 4, 4 -diethyl- (X) , a. 64-5* 

4- raethyl-4-phenyl-, m. 122.5"; 4-ethyl-4-phenyl-, m. 119' ; 
and 4,4-di-benzylthiosemicarbazide, m. 139.5*. The 

p-nitrobenz aldehyde derivs. of the thiosemicarbazides were: 4,4-diethyl-, 
ra. 174* 4 -me thy 1-4 -phenyl-, m. 141-3; 4- ethyl -4 -phenyl-, a. 
139.5* and 4, 4-dibenzyl-, m. 161.2*. The reaction of 0.062 
mole hydrazine hydrochloride in anhydrous tetrahydrofuran and 0.02 mole VI 
gave the thiosemicarbazide of VI and 3% 4, 4 ' -diethyl-4, 4 * -diphenyl-1- 
carbiminyl thiosemicarbazide, m. 157*. The same products were 
obtained when Et20 was used as the solvent but when Me2CO was used as 
solvent the product was an unidentified viscous red oil. The preparation 

of I 

from II was accomplished by treating 0.1 mole NaN3 in 50 ml. H20 with 0.05 
mole of the appropriate II 30 min., allowing to cool to room temperature 

12-24 

hrs., extracting with Et20, concentrating the Et20, and recrystg. the 
products froa 

absolute EtOH. Vith VIII the reaction mixture was heated at 100* 2 hrs. 
and gave 5- (dimethyl ami no) -1, 2, 3, 4-thiatriazole, a. 51*. Reaction 
temperature and time had considerable effect when NaN3 was treated with VI; 

at 

60-70* for 0.5 hr. the product was 20% 5- (ethylphenylamino) -1, 2, 3, 4- 
thiatriazole, m. 14B.5-9.5*; at 28* for 12 hrs. only an 
unidentified oil was obtained; at 50* for 10 hrs. the product was 
an unidentified solid; and at 100* for 1 hr. the products were S 
and H2S. The reaction of NaN3 and VII at 50* for 6 hrs. gave 50% 

5- (dibenzylamino) -1,2, 3, 4-thiatriazole, m. 89-90*. The reaction of 
NaN3 and V gave 45% 5- (aethyl-phenylaaino) -1, 2, 3, 4-thiatriazole, ra. 
56.5*. The preparation of N,N- (di substituted- thi oca rbamoy 1) thioglycolic 
acids was accomplished by treating, at less than 15', a mixture of 

1.1 moles appropriate secondary amine and 1.0 mole KOH in 100 ml. H20 and 
150 ml. EtOH with 1.0 mole CS2 followed by 1.0 mole chloro-acetic acid 
neutralized with 1.0 mole KOH. Acidification and filtration gave: 
N,N-diraethyl-(XI), m. 144-6*, N,N-diethyl- (XII) , a. 89*, 
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N,N-dibutyl-, m. 69*, or N-aetnyl-N-phenyl-thiocarbamyl thioglycolic 
acid, m. 199-200*. When a aixt. of 1 mole XI or XII with 1.2 moles 
NaQH and 1.2 moles hydrazine (as hydrate, 90%) was refluxed 6 hrs. it gave 
66% IX or 48% X, resp. In the case of XII the yield of X was 12% at 3 
hrs. and 20% at 20 hrs. The benzaldehyde derivs. of IX and X m. 
162* and 174*, resp. An appropriate III was converted to 
its counterpart I by treating 0.09 aole III with 0.1 aole HC1 at 5* 
with 6.9 g. NaN02 in 15 ml. H20, reaoving the ppt. after 75% of the NaN02 
was added, and adding the reaaining NaN02 soln. to the filtrate to a 
reddish-yellow color. This aethod gave 5- substituted 
1, 2,3, 4-thiatriazoles (substituent given); 80% 5-amino, m. 128-30*; 
63% 5-aethylaaino. m. 93-6*; 89% 5-anilino (XIII), m. 
142-5*; and 30% 5- {dimethyl ami no) , m. 51* (XIV). The prepn. 
of 5-chloro-l,2, 3, 4-tbiatriazole (XV) was done by treating 0.031 aole NaN3 
in 100 ml. K20 with 0.031 aole thiophosgene at -5* over 30 ain. and 
filtering under N. The yield was 94%. A larger scale prepn. using 0.197 
aole reactants was satisfactory; however, when 2 aoles NaN3 per aole 
thiophosgene was used the reaction exploded violently even when packed in 
ice. The reaction of 0.01 mole XV with a slight aolar excess of 
dimethyl- amine in H20 at -5* for 30 min. gave 50% XIV. In a 
similar manner aniline in EtOH added to XV gave 40% XIII. Equimolar ants. 
XV and dlbenxylaaln* in Et20 gave 35% S- (dibenzylamino) -1, 2, 3, 4- 
thiatriazole, ra. 90*. Pyrolytic decompn. studies of the 
thiatriazoles prepd. was done by heating at 90* a uniform aixt. of 
0.0015 aole of the compd. with 3 g. Ottawa sand and measuring the vol. of 
N evolved over a period of time. This revealed a decreasing order of 
stability as (Me2N > H2N > (C6R5CH2)N (sic) > PhHN > HeHN showing that the 
5- (monosubstituted) compds. are less stable than I. The synthesis of 
5-hydrazino-l,2,3, 4- thiatriazole and 5-azido-l, 2, 3, 4-thiatriazole failed 
due to their instability. The prepn. of XIV from XI and NaN3 failed. The 
prepn. of N, N-d i substituted thi oca rbamoy 1 thioglycolic acid from the 
following secondary amines failed; diisopropyl-, ethylphenyl-, diphenyl-, 
and di eye lobexyl amine. Instead of the expected diisopropyl-, dibutyl-, or 
diphenyl -substituted II the prepn. gave only S, H2S, or an unidentified 
oil. The prepn. of 4, 4-diisopropyl-, 4, 4-dibutyl-, 4-methyl-4-phenyl-, or 

4 - e thy 1-4 -phenyl thiosemicarbazide also failed. The prepn. of 

5- (diethyl ami no) -1,2, 3, 4-thiatriazole from II gave only an oil contg. S 
and N, or the oil and free S. From the appropriate thiosemicarbazides the 
following I could not be prepd. (substituents given) : diethyl, 
diisopropyl, dibutyl, raethylphenyl, or ethylphenyl. XV did not react 
successfully with Ph2NH, N2H4, PhNHNH2, or NaN02. The reaction of VII 
with NaN3 in Me2CO, EtOH, or with hydrazine in Me2CO gave 
tetramethylthiuram monosulfide. There was no reaction of VII with XIV in 
EtOH or with NH3 in Et20 and with aniline in Et20 an unidentified product 
was obtained. The reaction of IV with hydrazine in tetrahydrofuron also 
gave unidentified products. The reaction of IV with NaN3 in 

dime thy If orra- amide gave an unidentified yellow solid, in. 123*. 

XIV did not react with Mel or with HCl in EtOH. The reaction of carboxy 

methyldithiocarbohydrazide K salt with NaN3gave a reaction mixt. which 

with benzaldehyde gave benzal azine, m. 95*, or with 

1-naphthaldehyde gave 1-naphthal azine, ra. 152*. Diazotization of 

thiocarbohydrazide gave an unstable unidentified product, m. 223*. 

The reaction of benzaldehyde carboxymethyldithio-carbohydrazone with NaN3 

in NaOH soln. gave only the starting material. 
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cf. C.A. 53, 15000h. Degradation via oxidative alkali melts gives insight 
into the hardening of PhOH with (CH2)6N4, e.g. bonding occurs mainly in 
the o-position of PhOH with foraation of dlbenzylaalnes and 
chains, while bonding in the p-position occurs only after prolonged 
heating and higher temps. 2, 2* -Dihydroxy-3, 3' , 5, 5* - 

tetramethyldibenzylamine (I) and tris (2-hydroxy-3, 5-dimethylbenzyl) amine 
(II) are easily converted to hydroxy trimesic acid (III) by use of an 
oxidative alkali melt with Pb02 which rapidly degrades the CH2-N bridges, 
but under the same conditions 2, 2' -dihydroxy-3, 3* , 6, 6' - 
tetramethylbenzylaraine (IV) and 2, 2' -dihydroxy-4, 4 * , 6, 6' - 
tetraaethylbenzylaaine (V) undergo decarboxylation, IV to 
2 -hydroxy! soph thalic acid (VI), and V to 2-hydroxyterephthalic acid (VII) 
and 5-hydroxyi soph thalic acid (VIII). The degradation of xylenol- (CH2) 6N4 
condensates IV and V via oxidative alkali aelts proceeds along unknown 
paths and leads to products froa whose constitution the structure of the 
starting materials cannot be determined with certainty, but the degradation 

PhOH- (CH2) 6N4 condensates proceeds without side reaction, e.g. 
o-hydroxybenzyl amine (IX) and 2, 2' -dihydroxydibenzylamine (X) form 
salicylic acid (XI), 4-hydroxybenzylamine, 4, 4 * -dihydroxydibenzylamine, 
and the tribenzylamine (XII) yield p-hydroxybenzoic acid (XIII). The 
three-ring compds. 2. 6-bis (2-hydroxybenzylaminomethyl) phenol (XIV) and 
2, 6-bis (4 -hydroxybenzylaminomethyl) phenol (XV) are synthesized by 
dehalogenation of 2, 6-bis ( ace ty 1 ami none thy 1) -4-chlorophenol (XVI) with 
Raney Ni to 2, 6-bis (acetyl ami noma thy 1) phenol (XVII), saponification of XVII 



2, 6-bis (ami noma thyl) phenol (XVIII), which with o-, and p-HOC6H4CHO, resp., 
forms the three- ring azorae thine froa which is formed XIV and XV by 
catalytic hydroge nation. Via oxidative alkali melts XIV is split into XI 
and VI, and XV into XI and VI. The separation of the acids is worked out 
preparative ly, also the paper chromatography of the phenol carboxylic 
acids. The PhOH- (CH2) 6N4 rosins are prepared by hardening PhOH and (CH2) 6N4 
in 3:2 aole ratio at various temps, and reaction times. PhOH and 
(CH2)6N4, on hardening at 100', combine almost exclusively in the 
o-position with the formation of X and o-substituted chains of the type 
XIV. Only on oxidative degradation of rosins which are hardened longer at 
100' and above can the formation of XVII be observed, which 
supposes the formation of p-compds. But here too, the o-compds. XI and VI 
constitute the main yield. Hardening at 180' of a condensate which 
forms at 100* by a three-dimensional bonding with NH3 splitting off 
forms III through oxidative degradation. Through oxidative degradation 
are affected not only CH2-N bridges, but also CH2 bridges. The 
PhOH- (CH2) 6N4 condensates obtained at 100-30* contain mainly CH2-N 
bridges, as shown by N values, while those obtained at 180' contain 
CH2 bridges besides, although the position of the bridges cannot be 
determined 

by the results. PhOH- (CH2) 6N4 condensate (2 g.) is mixed intimately with 
9-11 g. Pb02 and introduced portionwise with good stirring into a nelt of 
40 g. KOH and 10 g. H20 at 320', cooled, carefully diluted with 50 
ml. H20, acidified with 50% H2S04, made alkaline, the precipitated PbS04 
separated and 

washed veil, the filtrate acidified again, extracted several times with 
ether, 

the ether dried, evaporated, and the residue treated vith superheated steam 



to 

yield XI. 

the 

filtrate, 
aqueous 



The residue is extracted vith hot H20. VI crystallizing out of 
The residue contains XII. Ill is obtained by evaporating the 
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phase after Et20 sepn. and extn. of the evapd. residua. Oxidn. of I 
yields 761 III and of II, 751 III. Yields of VI from IV and VII and VIII 
froa V are snail. On paper chromatography the following results are 
obtained with s k s 2043a/gl, descending in 80:4:16 BtOH-concd. aq. 
NH3-H20, II FeC13 soln. as developer (acid, R7, color of spots, 
and ultraviolet fluorescence given): XI, 0.75, blue, strongly blue; XIII, 
0.57, weakly ye llov, -; VII, 0.50, blue, strongly light blue; 
4-hydroxyphthalic acid, 0.41, violet, veakly bluei VI, 0.31, pink, dark 
bluet VIII, 0.25, -, strongly ye llovi III, 0.12, yellow-brown, blue. 
P-C1C6K40H (60 g.) is dissolved in 150 al. satd. ale. HC1 and treated with 
methylolacetaaide (froa 70 g. AcKH2 and 35 g. paraformaldehyde), HC1 gas 
added 24 hrs. under ice cooling, the pptg. XVI. HC1 sepd., taken up in H20, 
and XVI liberated by dil. KH3 in 601 yield, a. 202* (40t EtOH) . 
XVI (6 g.) in 100 al. EtOH, 3 al. H20 and 0.9 g. NaQH is hydrogenated in 
the presence of 10 g. Raney Ni till H absorption ceases, neutralized, tha 
solvent evapd. in vacuo, and the residue recrystd. from H20 several tines 
to yield XVII, prisms, a. 175", yield 80%. Over 30 g. XVII is 
poured 50 al. EtOH and 150 al. HC1 (d. 1.19), and with addn. of HC1 6-8 
hrs. refluxed, cooled, and satd. with HC1 gas to ppt. XVIII.HCl, long 
spears, a. 215* (decompn.). XVIII.HCl (11.5 g.) is dissolved in 
100 al. EtOH, and boiled 30 ain. with 12.5 g. O-H0C6H4CH0 and 8.6 g. 
NaHC03. On cooling, tha azoaethine (XIX), yellow needles, m. 187* 
(xylene), saps. XIX (2 g.) is dissolved in 50 al. EtOH and 3 al. HC1 (d. 
1.19) and hydrogenated with a Pt02 slurry (100 ag. Pt02 in 20 al. EtOH). 
Evapn. yields hygroscopic crystals of XIV. HCl, froa which is obtained XIV 
(decoapn. from 180") through NaHC03 treataent. In the saae manner 
XV is obtained by treataent of XVIII with p-H0C6H4CH0 and NaHC03 to fora 
the azoaethine, veakly yellow needles, a. 183*, which is then 
reduced to XV. HCl, hygroscopic needles, and XV, decoap. froa 160*, 
liberated by NaHC03 treatment. 
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AB cf. C.A. 52, 6041e. A dilute Et20 solution of TiBr4 added to an amine 
solution 

gave ppts. containing 1 mole of the broaide to 4 of the following amines ( 
color and m.p. of the derivs. in parentheses): propylani line 
(108*, brown-gray), butylaniline (97*, white-gray), 
isoaayl aniline (144", dirty white), dlbeaxylamlo*. (-, 
white), di-(p-tolyl) amine (182-3", gray-white), dipropylamine 
(300*. white), N.N'-diaethyl-p-phenylenediaaine (-, dark ash), 
N,N-diaethyl-o-toluidine (86*. pink-gray), 
N,N-diethyl-o-toluidine (90* , gray-white), 

N,N-dimethyl-p-toluidine (7B*, yellow), N,N-diethyl-p-toluidine 
(156*. dirty white), triethylanine (309-10*. dirty white), 
y-picoline (212", vhite), tribenzylaaine (214*. 
white), p,p*-bisaethylaainobenzo)phenone {-. orange -ye 1 low) . 
ACCESSION NUMBER; 1959:55131 CAPLUS 
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AB The following coapds. were prepared by addition of an ethereal solution of 
the 

amine to Nil 2 in ether. The products were analyzed to determine 
coaposition (amine 

* A, formula, color, a. p.) 1-naphthyl amine, NiA4I2, green, 
101* > 2-naphthylamine, NiA4I2, green, 20' > p-toluidine. 
NiA4I2, blue-grey, 22*; benzylamine, NiA4I2, blue-pink, liquid; 
benzidine, N1A2I2, blue, 102* ; o-dianisidine, NiA2I2, 
blue-green, 164'; o- phe nylenedi amine, NiA2I2, blue, 
168* decompose; p-phe nylenedi amine, NiA2I2, blue, 260* ; 
o-tolidine, NiA2I2, blue-grey, 240*; phenylhydrazine, 
NiA2I2, yellow, 18*; di phenyl amine, NiA4I2, green, 158'; » 
dlbtrnzylaaine, NiA4I2, blue-green, liquid; Et3N, NiAI 2, yellow, 
174*> Et3N, NiA4I2, yellow, 179*; di e thy lani line, NiA4I2, 
blue, liquid; piperazine, NiA4I2, blue-green, 210* 
piperidine, N1A4I2, yellow-green, 139". 
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(Ph(CH2)l-3]2NXN-RlR2 (X - alkylene which can be substituted; Rland (or) 
R2 - H, alkyl, or alkylene forming a ring) are prepared by conventional 
methods. They combine high musculotropic action with a strong neurotropic 
spasmolytic effect. Thus, 22.2 g. p-piperidinoethyl chloride, 33.8 
g. bi s ( p-phe nyl ethyl) amine, and 20 g. K2C03 was refluxed in EtOH 20 
hrs., allowed to cool, filtered, distilled in vacuo, the fraction, b8 
190-230*, dissolved in dilute HCl, filtered, and treated with aqueous 
Na2C03 until the mono-HCl salt of N- (p-piperidinoethyl) - 
bi s (Pphe nyl ethyl) amine, m. 169-70* (EtOH-Et20) , separated Also 
prepared were: N- ( p-di ethyl ami noe thy 1) bis ( p-phe nyl ethyl) amine {HCl 
salt, m. 173-5' (EtOH); di-Mel salt, a. 210-11' (decomposition) 
(EtOH) i Mel salt, a. 92-3* (EtOAc) ] ; N- (y-piperidinopropyl) -N- 
dlbenzyUmln*, b4 154-6' (oxalate, m. 158'). 
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AB Dilute Et20 solas, of amines were added to FeI2 in Et20 with shaking until 
prtcipitation vas complete, the precipitate filtered and washed with 

anhydrous Et20 until 

the vashing did not produce a precipitate vith PeI2. In this aanntr were 

prepared 

the following FeX2I2(X, color, and o.p. (decomposition) given]: 

p-HeC6H4NH2, dark brown, ISO*; a-ciOH7NH2. light brovn. 

165"; B-C10H7NH2, black, 147' ; Me2C6H3NH2, 

yellov-brovn, 215*? PhNH2, dark brovn, 140'; p-EtOC6H4NH2, 

grey, 220* i n-H t C6H4NH2 , cuddy, 197' i p-Et2NC6H4NH2. 

black, 210'i o-MeC6H4NH2, black, 183*; PhCH2NH2, 

brovn, 230' > o-MeOC6H4NH2, brovn, 229'; 

o-£tOC6H4NH2, orange-brovn, 189* ; p-MeOC6H4NH2, brovn, 

216' ; Me2CHNH2, reddish brovn, 180*; the following FeXl2: 

o-C10H6(NH2)2, black, 140*» [MeO (NH2) C6H3] 2, green, 

276*1 (H2KCH2)2, dark brovn, 118* ; p-C6H4 (NH2) 2, black. 

210*J (o-Me(NH2)C6H3]2, ash, 206*; 

o-C6H4(NH2)2, black, 22S*; PhNHNH2. white, 155*1 

(p-H2NC6H4)2, yellow-brovn, 219*; and the folloving FeX3I2: PhZNH, 
brovn, 224 *i PhNHCH2Pb, yellow-brovn, 256* ; PhNHEt, black, 
213*; (p-MeC6H4)2NH, yellov-brovn, 222'; (PhCH2)2NH, brovn, 
214* i Pr2NH, yellov-brovn, 263* ; PhKHPr, yellow-brown, 
239*i (PhCH2)3N, brownish black, 264 *; Et3N, brown, 
215*; o-Me2NC6H4Me, yellow-brown, 211*. The compds. 
are stable in a dry atmospheric at room temperature, but hydrolyze in 
contact with 

moisture, Na2C03, or NaOH solns. The conpds. from monoamines hydrolyze 
slowly at room temperature and rapidly at higher temps., giving Fe(0H)2i 

those 

from diamines are more stable and hydrolyze slowly, even on boiling, 

indicating that chelation has taken place. 
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AB cf. C.A. 51, 11150d. The amino deri vs. (I) of TiBr4 with aromatic 

secondary and tertiary amines, [Ti (Am) 4) )Br4, were prepared by reactions 
between Et20 solns. of TiBr4 and of the respective amines. After 1 nr. of 
stirring, the ppts. were removed, washed with Et20, and dried. Analyses 
(chemical and potentiometric) showed composition only, as % Ti, Br, and N. 
I were 

prepared from these amines (color and m.p. of the derivs. in 
parentheses): N-methylaniline (light yellow, 236*) i N-ethylani line 
(gray white, 242"); N-banzylaniline (green, 167*); 
diphenylamine (yellowish white, 226*) i N,N-di-msthylaniline (light 
gray, 139' decompose)! N,N-die thy lani line (white, 248')) 
quinoline (brownish gray, 122* )i N-benzylideneani line (yellow, 
160*) j N,N-dibenzylaniline (gray, 154*, formula 
(Ti(PhN(CH2Ph)2)4)Br4)i p-amino-N,N-diethylaniline (black, 305*. 
formula (Ti (Et2NC6H4NH2) 2) Br4) . H20, aqueous NaOH, and aqueous Na2C03 
initiate 

hydrolysis of I to precipitate Ti(0H)4, but this is complete only at 50*. 
Heating with soda- lime frees the amine. I are generally insol. in organic 
solvents, but those containing Ph2NH, quinoline, N-benzylideneani line, 
N,N-dibenzyl aniline, and p-amino-N,N-diethylaniline dissolve in CHC13, 
BtOH, and acetone. 

ACCESSION NUMBER: 1959:14 821 CAPLUS 

DOCUMENT NUMBER: 52:14921 

ORIGINAL REFERENCE NO. : 52:2636e-h 

TITLE: Amino derivatives of titanium tetrabromide. II 

AUTHOR(S): Prasad, Sarju; Tripathi, Jai Beniprasad 

CORPORATE SOURCE: Banaras Hindu Univ. 

SOURCE: J. Indian Chem. Soc. (1957), 34, 452-6 

DOCUMENT TYPE: Journal 
LANGUAGE: Unavailable 



L17 ANSWER 17 OF 49 CAPLUS COPYRIGHT 2005 ACS on STN 

AB 2, 5 -Dime thoxy-1, 4-benzoquinone (5 g.) and 20 cc. NH40H refluxed 1 hr. in 
200 cc. EtOH and cooled gave 3.3 g. 2, 5-diamino-l, 4-benzoquinone (I), 
glistening violet needles, m. 329-30* (decomposition). I (0.5 g.) 
refluxed 0.5 hr. with 1 g. NaOAc in 5 cc. Ac20 and cooled gave I 
diacetate, yellow needles, m. 272* (decomposition). I (0.5 g.), 2 g. 
K2C03, and a few drops of BzCl refluxed 8 hrs. in 70 cc. dry Me2CO, 
filtered, and evaporated, and the residue crystallized from glacial AcOH 

gave 0.25 

g. I dibenzoate, pale orange needles, a. 258*. I (0.5 g.) heated 
about 0.5 hr. with 10 cc. Ac20, 2 g. Zn dust, and 1 g. NaOAc, diluted with 
10 cc. glacial AcOH, heated 10 min., and cooled gave 0.5 g. I 
tetraacetate, long needles, m. 263* (decomposition). MeOCS2K (from 1.8 
g. KOH in 30 cc. MeOH and 5 cc. H20 and 2 g. (CS2) heated 15 hrs. on the 
H20 bath with 0.5 g. I, treated with C, cooled, and filtered, the filtrate 
heated to boiling and diluted with about 5 cc. AcOH, and the crystalline 
precipitate 

repptd. from 51 ale. KOH with AcOH yielded 0.3 g. dimercaptobenzodiazole, 
yellow needles, m. above 400*. I and 4 equivs. of the appropriate 
aldehyde refluxed about 5 hrs. in absolute EtOH containing a few drops of 
pyridine 

and cooled, and the precipitate recrystd. from glacial AcOH gave the 

corresponding 2, 6-di substituted benzodioxazoles (substituents, 

color of product, m.p., and t yield given): Ph. cream-yellow, 

325*, 70; p-HeC6H4, colorless, 325-8', 75; p-MeOC6H4, light 

pink, 315-17', 82; 0-C1C6H4, pale yellow, 263', 72; 

O-H0C6H4, colorless, 340*, 38. The 3, 6-di -CI derivative of I gave 

similarly the following 2, 6-di substituted- 4, 8-dichlorobenzodioxazoles 

(same data given): Ph, cream-yellow, 332*, 50; p-MeC6H4, 

cream-yellow, 320*, 62; p-MeOC6H4, cream-yellow, 310-12*, 

40; 0-C1C6H4, light yellow, 308-10*, 65. Very pure 

2, 5 -dihydroxy-1, 4-benzoquinone (II) (0.5 g.) treated with a few drops of 

ale. NH3 precipitated 0.25 g. di-NH4 salt of II, decomposed at 170* without 

melting; an aqueous solution acidified gave II, m. 212-14*. II (0.2 g.) 

in 30 cc. dry C6H6 heated 10 hrs. with a few drops PhCH2NH2 in a sealed 

tube at 100* gave 0.18 g. dlbenzylamlno salt of II, 

changed to brovn at 140* and then decomposed without melting. 

2, 5-Dimethoxybenzoquinone (III) (0.3 g.) in 30 cc. absolute EtOH refluxed 

with 

the appropriate alkylamine (a few drops) during 20 min. gave the 
corresponding 2, 5-bis (alky lami no) -1, 4-benzoquinone (alkyl group, 
color of crystals, and m.p. given): Et, brilliant crimson, 
210*; Bu, bronze, 160'; PhCH2 (IV), deep red glistening 
(orange in H2S04), 252*. PhNH2 gave similarly during 5 hrs. the Pb 
analog, did not melt up to 350*. Ill (0.2 g.) in 50 cc. dry C6H6 
containing a few drops PhCH2N2 under N in a sealed tube exposed 3 days to 
sunlight deposited 0.22 g. IV, m. 252*. IV (0.3 g> refluxed 7 hrs. 
with a few drops BzH in absolute EtOH in the presence of piperidine and 
cooled 

gave only unchanged IV. 
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AB Color is developed by use of bromocresol purple (I) with 

phosphate buffer (pH 5.2). The nethod is seasitive to as little as 2.5 
y dibenamine (I) /ml. urine or S.O y dibenamine alc./ol. urine. 
In the concentration range 2.5-40.0 y I/ol. there is conformance to the 
Lambert-Beer lav. To the 10 ml. solution to be tested is added 5 ml. 
Sorenson phosphate buffer (pH 5.2), 5 ml. O.Bt alkaline I solution, and 50 

ml. 

benzene. The mixture is shaken 2 min. and the aqueous phase removed and 
shaken 

vitb 50 ml. benzene. The combined benzene exts. are filtered and shaken 
twice with 10 ml. 0.0SN NaOH. The colored NaQH exts. are filtered and the 
volume made up to 25 ml. with 0.0 SN NaOH. 
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AB Heat 20 9. of sample in a dry, 200-ml. silica digestion flask until the 
oil begins to fume, allowing the vapors to be swept away by a strong 
draught. Heat until only 1 or 2 ml. remains. Cool, add 3-3.5 ml. of pure 
concentrated H2S04 and then 2-3 ml. of concentrated HN03. Heat with 

addition of HC104 or 

a little more HN03 if necessary. Cool, add 10 ml. of water, and again 
heat to fuming. Dilute to 50 ml. in a separatory funnel, add 1 ml. of 51 
Na2S03 solution to remove traces of nitrous fumes and treat with 10 ml. of 
CC14 and one of the following color reagents: Zn 
dibenzyldithiocarbamate, dibenzylamlne salt of 
dibenzyldithiocarbamate, dibenzyldithiocarbamic acid, K 

dibenzyldithiocarbamate. Filter the lower layer through a plug of cotton 
wool and measure the optical d. at 435 op. Good results were obtained 
in determining 0.4-12.0 y of Cu. All 4 coloring agents are equally 
efficient. 
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AB The colors obtained with 20 aromatic dialkylated bases and 

o-toluenesulf ochloride, with and without the addition of glacial 
AcOH, are listed and can serve to help identify the bases. Five 
procedures are given: (1) Treat the sample with 10 ml. AcOH, shake, and 
allow to stand 3 min. Then add quickly 6 drops of perhydrol and from the 
resulting color estimate the probable type of base present. (2) 
After adding the AcOH heat for 5 min. in a paraffin bath at 140'. 
Remove the test tube from the bath, dip in toluene and then in MeOH and 
allow to cool to room temperature (3) From the solution of the base, 
evaporate off the 

ether, add 15 drops of toluene sulf ochloride and after 30 sec. add 10 ml. 

of Ac20, shake, and heat 5 min. at 140*. (4) After heating 8 min. 

with Ac20 at 140*, add 15 drops of toluene sulf ochloride and heat 4 

min. more at 140*. (5) Instead of perhydrol in the above test, add 

0.2 g. Pb02, stopper with a cork and shake vigorously 30 times, wait one 

min., then shake another 30 times. Filter and eventually dilute with Ac20. 
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AB The perfectly colorless shells of chestnuts (Castanea vesca) harvested 
before they are ripe assume a dull brown color after some hours 
in the air, owing to the presence of d-catechol (I), which was isolated in 
about 0.61 yield by immediately heating the shells 1 hr. at 75* in 
ale. to destroy the enzymes, decanting the ale. (II) (later found to 
contain the greater part of the I), drying the shells (150 g.) in the air 
and in vacuo, grinding, extracting several times with 500 cc. absolute 

ale, concentrating 

the exts. in vacuo to a thin sirup, removing the rest of the solvent in a 
desiccator, extracting several times with water at 50', concentrating the 

exts. 

to 70 cc. in vacuo, extracting with benzene and then exhaustively with 
ether, 

repeating the extraction with ether after the water layer had been 
concentrated to 

half its volume, evaporating the ether exts., drying in a desiccator, 
dissolving 

in 15 cc. dry acetone, slowly treating, with vigorous stirring, with 90 

cc. benzene (which mostly precipitated the impurities, but also some I, as i 

sirup), evaporating the Me2CO-C6H6 solution in vacuo, dissolving in 10 cc. 

hot 

water, and clearing with talc; in some hrs. 200 tag. I separated in pink 
needles j the Me2CO-C6H6 purification repeated twice more on the 1st 
Me2CO-C6H6 precipitate yielded another 100 mg. I. .The 1st ale. solution 

(II), 

similarly treated, gave 600 mg. I. Recrystn. of the combined crude I from 

water gave 800 mg. I.4H20, m. 93-5', losing 19.93% in weight over P205 

at 55' and 17 mm. and then m. 174.5-5', [a)20D 14.4 

i 1' (in 1:1 Me2CO-H20)» pentaacetate, m. 131-2', 

(«J20D 38.5* (C2H2C14) . 
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AB There arc added to the products small quantities of slightly volatile 
monoamines, the color of which is fast to light, and which 
contain at least one C6H6 ring but no O or S, e. g., rayon fabric which 
has been delustered with Ti02 is treated with an aqueous solution 

containing 1-101 of 

its weight of N,N-diaethyl-o-toluidinei or alternatively, the Ti02 is 
preliminarily treated with a 31 aqueous suspension of dlb*nry lamina . 
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Color formation with H2Se03-H2S04 solns. is not a specific 

reaction of phenolic conpds. Many N compds., especially those containing 2 

3 aromatic nuclei, give intense color reactions with this 

reagent. Place 1 mg. of the compound on a spot plate and add a drop of a 

0.51 solution of H2Se03 in concentrated H2S04. Carry out a similar test 

simultaneously with H2S04 alone and observe the color changes. 

Of a total of 108 compds. studied the following gave decided color 

changes in the reagent solution but not in the H2S04 alone (sensitivities in 

y are given in parentheses for some compds.): o, p-aainobiphenyl, 

4 -ami nodi phenyl aaine-HCl (0.5), aniline, benzeneazodiphenylamine (0.1), 

p-bromoaniline, carbanilide, m-chloroani line, cholesterol, cysteine-HCl, 

2. 4 - di ami nodi phenyl amine (1.0), dibenzylaniline, s-diraethylcarbanilide, 
di-2-naphthylamine (0.1), di-p-phenetylurea, diphenylamine (10.0), 
diphenylbenzidine (1.0), diphenylcarbamine CI (7.0), s-diphenylcarbazide 
(1.0), s-diphenylcarbazone, s-diphenylethylenediamine, 

4. 5- diphenylglyoxalone (0.5), diphenylpiperazine (10.0), 
1,4-diphenylseraicarbazide (0.1), 4, 4-diphenylsemicarbazide (50.0), 
diphenylthiocarbazide (0.1), s-di- (o, p) -tolyl thiourea, s-di-(o, m, 

p) -tolylurea, fornyl diphenylamine (10.0), methylthiocarbanilide (30.0), 
leucine, raethyldiphenylamine (10.0), (1, 2) - nap hthyl amine, 
4-nitrodiphenylamine (0.1), p-nitrophenylhydrazine, phenyl thiourea, 
thiocarbanilide (1.0), tolidine (2.0), (o,p) -toluidine-HCl, 
triphenylguanidine, tryptophan. The colors produced by 1- and 
2-naphthylamine and di-2-naphthylaaine can be readily distinguished. The 
test for opium alkaloids with this reagent is not conclusive unless 
interfering phenols and N compds. are known to be absent. 
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AB cf. C. A. 33, 1284.9. O-IC6H4CH0 and MeN02 in Et3N give 65-70t of 

<*-nitro-p- (2-iodophenyl) ethylene (I), pale yellow, ra. 

113-14' j fuming HN03 gives a-nitro-p- (6-iodo-3- 

nitrophenyl) ethylene (II), pale yellow, ra. 145-6*. I and Br give 
an oil on treatment with warm EtOH-AcCX; fuming HN03 gives a yellow 
compound, C8H4BrIN204, m. 136-7"; it gives an addition compound with 
p-M«C6H4NH2 but was not investigated further. The previous procedure was 
used for preparing the addition compds. of II, which were, crystallized from 

EtOHj 

they are yellow or orange-yellow and are deeper in color than 
II j p-derivs. of a-nitro-p- (6-iodo-3-ni trophenyl) ethane: 
anilino, m. 115-16' t o-, m- and p-toluidino, ra. 168-70', 
113-14* and 130-2* j o-, ra- and p-anisidino, m. 
146-8*, 140-2* and 123-4*; phenylhydrazino, m. 
142-4*; p-naphthylhydrazino, ra. 143-4*; hydroxylaaino, 
ra. 103-5*; semicarbazido, m. 187-8* (the last 2 are 
colorless) II in. C6H6, saturated with NH3 and allowed to evaporate 
spontaneously, 

gives a,a'-di (6-iodo-3-nitrophenyl) -p,p' - 
dinitrodiethylamine, m. 113-14*. II is the most active 
nitrostyrene thus far studied. 
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AB cf. C. A. 32, 2115.4. Details are given of compds. of syra-C6H3 (N02 ) 3 (I) 
and picric acid (II) with carbostyril and its derivs. and various 
quinolones and quinolines. The most striking variation in the tendency 
for complex formation with I is provided among the C-raethylcarbostyrils by 
the unique failure in this respect of the 6-Me derivative; this appears to 

be 

constitutional and- is contrary to the usually helpful influence of such 
substituents in amines or hydrocarbons; N-methylation of carbostyrils 
appears to reduce the probability of isolating homogeneous crystalline 
derivs. 

of I. The picrates obtained are manifestly "salt-like" in character if 

compared with the I complexes in color and m. p.; moreover they 

are frequently of different (i. e., 1:1) composition Their similar ease of 

preparation and moderate solubility in ale. suggests that the picrates of 

carbostyrils are not differentiated from 2-quinolone picrates as salts of 

"2-hydroxyquinolines, " unless perhaps in the case of carbostyril picrates 

itself. These picrates may therefore be "H bond" adducts -NRC:0 . . . 

HOX, stabilized by resonance. Picrates assumed to be "salt-like" in 

structure are indicated by the use of II as a suffix. Carbostyril (III) 

in EtOH gives the complex I.2III, S-yellow needles, m. 178', and 

II I. II, yellow needles, ra. 132' (prepared in Et20 or from very concentrated 

solns. in MeOH or EtOH). Thiocarbostyril (IV) in EtOH gives the complex 

I. IV, light-brown plates, a. 163-5' and IV. II, crimson needles, m. 

145". Dihydrocarbostyril (V) yields the complex I.2V, yellow 

plates, ra. 137-8". The 3-Me derivative (VI) of III yields the complex 

I.2VI, light-yellow needles, and II.2VI, golden-yellow prisms, both with 

incongruent m. ps. The 4 -Me derivative (VII) of III yields the complex 

I.2VII, canary-yellow prisms, m. 226-7* and VI I. II, light-yellow 

needles, m. 164-5*. 4 -Methyl -2 -thiocarbostyril (VIII) in CHC13 

gives the complex I.2VIII, brown-yellow prisms, m. 190-2', and 

2VIII.II, orange-red plates, o. 193-5'. The 5-Me derivative (IX) of 

III m. 222-3*; it forras a complex I.2IX, light-yellow needles, m. 

222-3', and IX. II, yellow prisms, m. 156-7'. The 6-Me 

derivative (X) of III forms the complex X.I I, pale-yellow needles, m. 

171-2'. The 6-Me isomer (XI) of VIII forms a complex I. 2X1, orange 

prisms, m. 159-61' (in CHC13), and scarlet prisms with II (composition 

not determined), m. 140-2'. The 7-Me derivative (XII) of III a. 

192-3*; it forms a complex I.2XII, canary-yellow needles, ra. 

203-4*, and XII. 1 1, light-yellow needles, ra. 163'. The 8-Me 

derivative (XIII) of III forms the complex I. 2X1 II, golden-yellow needles, 

ra. 

181', and XIII. II, light-yellow needles, ra. 128-9*. The 

4,6-di-Me derivative (XIV) of III yields the complex I.2XIV, golden-yellow 
prisms with an incongruent ra. p., and XIV. II, canary-yellow needles, ra. 
188*. The 4,7-di-Me derivative (XV) of III forms a complex I.2XV, 
S-yellow needles, m. 213-14*, and XV.II, light-yellow needles, m. 
189-91'. The 4,8-di-Me derivative (XVI) of III gives a complex I.2XVI, 
S-yellow needles, m. 199-200*, and XVI. II, canary-yellow needles, 
ra. 192-4*. 1 -Methyl -2-quinolone (XVII) gives a complex I. XVII, 
light-yellow laminated plates, n. 77-9*, and XVII. II, yellow 
needles, a. 128-9*. l-Methyl-2-thioquinolone (XVIII) yields the 
complex I.2XVIII, orange needles, ra. 98-9*, and II.2XVII1, orange 
prisms, m. 104*. l,6-Diraethyl-2-quinolone (XIX) yields the complex 
XIX. II, canary-yellow needles, m. 150*. The 1,7-isoaer (XX) of XIX 
(pale yellow, a. 107-8*) gives a complex I. XX, pale yellow needles, 
a. 106-7', and XX. 1 1, leaon-yel low prisms, a. 132*. The 
1,8-isomer (XXI) of XIX gives the complex XXI. II, canary-yellow needles, 
a. 134*. 2-Methoxyquinoline (XXII) forms the complex I .XXI I, 
yellow plates, ra. 89-90', and XXII. II, yellow needles, a. 
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170-1'. 2-Methylthioquinoline (XXIII) gives the coeplex I. XXI II, 
deep-yellow needles, a. 99-100', and XXIII. II, yellow plates, a. 
183-4*. 2-Methoxy-6-aethylqui noline (XXIV) yields the complex 
I. XXIV, greenish yellow prisms, a. 72-3*, and XXIV. II, greenish 
yellow plates, a. 161-2*. The conpd. XXIII. 1 1 was first obtained 
froa IV and Me picrate (XXV) in MeOH; that it is not a aol. coapd. follows 
froa the synthesis by bubbling MeSH through MeONa in MeOH, adding 
2-chloroquinoline in MeOH, boiling 2 h. and adding II. XI and XXV in 
boiling MeOH give 2-methylthi o-6-ne thy lqu incline picrate, golden-yellow 
plates, a. 196-7*. XVIII and XXV, boiled 10 ain. in MeOH, give 
2-aethylthio-l-aethylquinoliniua picrate, deep-yellow plates, a. 
175*> 1, 6-dioathyl-2-thioquinolone was recovered unchanged even 
after 2 n. boiling. Crystn. of I froa 6-aethylquinoline gave the binary 
conpd., pale-yellow needles, a. 63-5* t the 8- isomer afforded an 
analogous product, pale yellow with incongruent a. p. 2-Chloro-7- 
methylquinollne, a. 81* (picrate, canary-yellow plates, a. 
113-14'). 3-Methylquinoline oxide-HCl, a. 192-4' (picrate, 
greenish yellow needles, incongruent a. p.). 6-Me thy lqui noli ne oKide-KCl, 
m. 172-3* (picrate, pale-yellow needles, a. 174-5*). 
l,6-Diaethyl-2-thioquinolone, yellow, a. 137*. I and 
dibenzyl-o-toluidine give relatively lightly colored EtOH solns. which 
pptd. only the constituents* Belts of these cornpds. in the proportions 
1:1, 1:2 or 2:3 give viscous red liqs., disintegrated to colorless 
powders. Dibenzyl-o-toluidine picrate, canary-yellow prisas, m. 
120-1*. Dibenryl-n-tolui dine" (XXVI) and I in coned. EtOH soln. 
give a compd. 2I.3XXV1, ruby-red prisas, a. 71-2*1 a soln. contg. 
the reactants in the ratio of 2:3 gives successive crops of complex until 
reduced to dryness: the picrate of XXVI, yellow prisms, a. 126-7*. 
The p-isoaer (XXVII) of XXVI and I (2:1 in EtOH) give the complex 
I.2XXVII, ruby-red needles, m. 62-4 *i the picrate of XXVII, 
golden-yellow plates, a. 174-5*. I and 1-thiocouaarin in coned. 
C6H6 or EtOH soln. give colorless solns. which pptd. only the components; 
the picrate, yellow needles, a. 148*i trans -o-aainocinnaaic acid 
gives a binary complex with I, brick-red needles, a. 131". I and 
2-thiocouaarin in EtOH give the binary complex, light-brown plates, a. 
87*. 2,4,5-Trinitrotoluene and (4-Ne2NC6H4) 2CH2 give a binary 
complex, dark-red needles, a. 92-3* i 2, 4, 6~(02N) 3C6H2He and 
p-C6H4 (N02) 2 did not afford cryst. derivs. The a. -p. curves are given for 
I with VII. X and XVII. 
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AB For quant, deteraination dissolve 0.1 g. of veritol (I) in 10 cc. H20 and 
15 cc. 

EtOH and titrate with 0.1 N NaOH, using phenolphthalein; add rosolic acid 
and titrate with 0.1 N H2S04 to yellow. Both titrns. must be identical if 
the substance is pure. The factor per cc. is 0.042B. Differentiation 
froa hordenine (II), tyraaine (III) and tyrosine (IV) was tried, aaking 
use of 22 different reagents; but aost gave identical reactions. The 
following color reactions may be used: CI water and NH3 give 
with I red, with II light yellow, with III yellow with green fluorescence, 
with IV red. HI03 gives with I and III red, with II and IV neg. H202 
with I and III red, with II and IV neg. Tyrosinase gives with I, III and 
IV red, with II neg. Col or ine trie estns. of veritol may be effected with 
the diazo reaction, using either sulfanilic acid or p-nitroanilina, or 
with Wavelet's reagent, which gives a blue color in the presence 
of NH3 . 
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AB cf. C. A. 32, 8420.7. Kostanecki's 1st aethod for the synthesis of 

flavones involving treatment of o-acetoxycbalcone di bromides with ale. 
alkali has, hitherto, not been applicable for the synthesis of the 
numerous natural flavones containing a phloroglucinol nucleus, since the 
corresponding chalcone dibromides give benzylidenecouaaranones only on 
treatment with ale. alkali. The observation that o-hydroxychalcone 
dibromides in general give flavones when they are heated above the m. p. 
or are treated with ale. KCN has made possible the synthesis of III, V and 
VI from the corresponding chalcone dibromides. Phloroacetopbenone tri-Me 
ether (5 g.) in 40 cc. Ac20, treated in the cold with 40 cc. HI (d. 1.7), 
gives 4.8 g. of the 4,6-di-Me ether; A1C13 gives 301 less product. 

5- Broao-2-hydroxy-4,6-dimethoxyphenyl a,p-dibroao-B- 
phenylethyl ketone (I), yellow, m. 186*, results in 7 g. yield from 
10 g. of 2-hydroxy-4, 6-diaethoxyphenyl styryl ketone and Br in CS2 at 
0*; I or its Ac derivative (II), heated at 195* and 7 mm., gives 

6- bromo-5, 7-dimethoxyf lavone which with HI in Ac20 (refluxing 2 h.) yields 
chrysin (III). I or II with hot CSH5N gives 4-broao-3, 5-diaethoxy-l- 
benzylidenecoumaran-2-one, m. 251*, which also results with hot or 

cold 101 NaOH in EtOH or Me2CO (Kostanecki and Tambor, Ber. 32, 2260(1899) 
give 223'). The «, p-dibromo-B-p-anisylethyl 

homolog (IV) of I, yellow, m. 165*; heating above the m. p. at 7 
mm. gives 6-broao-5, 7, 4 ' -trimethoxyf lavone, yellow, a. 250*; HI in 
Ac20 gives apigenin (V). IV with 101 aqueous NaOH gives 

4-bromo-3, 5-dimethoxy- 

l-anisylidenecoumaran-2-one, yellow, m. 243"; heated with C5H5N for 

10 min., IV yields 5-bromo-2-hydroxy-4, 6-diraethoxyphenyl p-methoxystyryl 

ketone, orange, m. 184-5"; it gives a dark color with 

EtOH-FeC13 and a yellow color with H2S04. The 

a,p-dibromo-B-3,4-dimethoxyphenylethyl homolog of I, 

orange, m. 165"; heating at 190* under reduced pressure 

gives 6-brorao-5,7,3',4*-tetranethoxyflavone, yellow, m. 258*; a 

better yield results by heating 2 h. with excess EtOH- KCN; HI gives 

luteolin (VI) . 
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AB Halogen-containing derivs. of rubber, gutta-percha, balata and synthetic 
rubber such as aethylbutadiene (polyhaloprenes such as polymerized 
chloroprene being excluded) are milled, with or without solvents with 
basic materials that retard their decomposition under heat and mech. 

treatment. 

These may be oxides of Ca, Sr, Ba, Mg, Al, Ni, Zn, Co, Ti, Sn, Sb or Pb, 
Ba(OH)2, carbonates of Ba, Ca, Sr, Hg, Na or guanidine, or 
dibenrylamine, NH2Am, (CH2)6N4, d i phenyle thy lenedi amine, 
benzylamine, NHPh2, benzylaminophenol, benzalaminophenol, 
tetramethyldiaainodiphenylmethane, diphenylguanidine phthalate, guantol or 
dibenzylaniline. To the composition there may be added during milling: (1) 
rubber age retarders, (2) plasticizers, (3) fillers, (4) pigments or dyes, 
(5) natural or synthetic rubber, (6) hardeners. Sheets calendered from 
the milled mixture may vary in color from transparency to black. 
The mixture may be molded under heat and pressure. 
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GI For diagram(s), aee printed CA Issue. 

AB Of the possible substituted NH4 dithiocarbaaates, the literature contains 
alkylamaoniua N-alkyldithiocarbaaates and di alkylamaoniua 
N-dialkyldithiocarbaaates vith like alkyl groups, i . e . , SC (NHR) SNH3R and 
SC(NR2) SNH2R2, and of the possible nixed substituted HH4 dithiocarbaaates, 
alkylamaoniua N-alkyldithiocarbaaates, di alkylamaoniua 
N-alkyldithiocarbaaates and alkylaaaoniua dial)cyldithiocarbaaates, i.e., 
SC(NHR)SNH3R', SC (NHR) SNH2R* 2 and SC(NR2) SNH3R' are known. On the 
contrary, alkylaramoniua and di alkylamaoniua dithiocarbaaates of the type: 
SC(NH2)SNH3R and SC (KH2 ) SNH2R2 and dialkylaimoniua dialkyldithiocarbaaates 
vith differing alley 1 groups, i.e., SC(KR2)SNH2R'2, are still unknown. The 
present paper describes the preparation of these unknown dithiocarbaaates, 

with 

particular attention to SC (NH2 ) SNH2R2 conpds., one object of which was to 
study their behavior with aldehydes in connection with previous expts. in 
the saae field (cf. C. A. 26, 1251). The results show that alkylamaoniua 
and dialkylasaoniua dithiocarbaaates can be prepared froa concentrated 
aqueous 

SC(NH2)SNH4 (1) and soluble salts of the primary and secondary aaines. 
Siailarly, SC (NR2) SNH2R' 2 conpds. were prepared froo NH4 
N-di alky ldithi ©carbamates and secondary aaine salts. SC(NH2)SNH3R and 
SC (NH2) SKH2R2 compds. are unstable, whereas SC(NR2) SNH2R'2 conpds. are as 
stable as the already known SC(KHR)SNH3R and SC(NR2)SNH2R2 types. More 
complex dithiocarbaaates of other organic bases were also prepared, as well 

as 

alkyl and dialkylamaoniua trithiocarbonates of the SC(SKH3R)2 and 
SC(SNH2R2)2 types, by the reaction of SC(SNH4)2 with soluble salts of 
primary 

and secondary amines. These trithiocarbonates are less stable than the 
dithiocarbaaates. The new dithiocarbaaates were treated with HCHO and 
AcH, and the results are of interest in connection vith earlier expts. on 
the reaction of other dithiocarbaaates with aldehydes (cf. Ann. 65, 43; 
16B, 232; Ann. chim. [7], 9, 119(1898); Levi, C. A. 24, $30, 3994). 
Di alkyl ammonium dithiocarbamates do not react with HCHO, whereas with AcH 
they form derivs. of the type: SC(N:CHMe) SN(:CHHe)R2. With HCHO and vith 
AcH, alkylamaoniua dithiocarbaaates fora condensation products containing 2 
aldehyde residues per aol. of dithiocarbamate, the constitution of vhich 
is uncertain, but vhich is either SC(N:CHR) SN (:CHR)HR or 

SC.NH.CHR.N(:CHR)R.S. With HCHO, SC (NHR) SNH2R ' 2 compds. form condensation 
products containing 1 aldehyde residue per aol. of dithiocarbamate, the 
formula of vhich is either SC (NHR) SNCH2R* 2 or SC.NR.CH2.NHR' 2. S. With AcH 
the condensation products are liquids, vhich vere not investigated 
further. Exptl.-The precipitate from a mixture of cold concentrated 

aqueous I and PhCH2- 

HH3C1 (II), vashed successively vith vater, EtOH and Et20 and recrystd. 
froa EtOH, yields no nob en2yl ammonium dithiocarbamate, SC(NH2) SNH3CH2Ph 
(III), stable, m. 90-3' (decomposition). Prepared in a similar way, 
camphylamnoniun dithiocarbamate, CI 1H22N2S2, has a pearly luster, and m. 
100-4' (decomposition). With I, aqueous salts of primary aliphatic amines 
do not precipitate, even when concentrated, the corresponding 

dithiocarbamates, but the 

latter are probably formed and remain in solution Other nev 

dithiocarbamates 

include the following: Diethyl ammonium, CSH14N2S2. m. 98-105* 
(decomposition). Dipropylammonium, C7H18N2S2, m. 80-90* (decomposition). 
Diisobutylammonium,C9H22N2S2, m. 83-93* (decomposition). Piperidoniura, 
C6H14N2S2, m. 80-90* (decomposition). Dibenzylamaoniua, C15H18N2S2, a. 
145-55' (decomposition) (because of the lew solubility of II in vater, it 
must be prepared in hot vater), more stable than the preceding compds. 
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Methylphenylamaonium, C8H12N2S2, a. imperfectly be lew 100* (it 
cannot be crystd. from EtOH because in hot EtOH it decamps, with pptn. of 
I), unstable and liberates H2S, s-Diphenylguanidine (IV), prepd. froa cold 
coned aq. solas, of I and HN:C(NHPh)2. HC1, with crystn. froa boiling 
water,* straw-color, a. 98-100* (deeoapn.). 

as-Diphenylguanidine, prepd. like IV (though cryst., no a. p. is given). 

It was found that the aethod of Paulson (cf. U. S. Pat. 1,575,865) for 

prepg. HN:C(NH2)NPh2 is better than that of Arndt and Rosenau (C. A. 12, 

1187). With EtOAc as solvent, a good yield of HN:C(NH2)NHPh is also 

obtained. s-Di-o-tolylguanidine, prepd. like IV, pale strav color 

, a. 130-2* (decompn.). s-Triphenylguanidine, m. 86-90*. It 

has a tendency to sep. as a pitch, both in the original reaction and in 

the final recrystn. from vater, but on standing the pitches become cryst. 

as-Triphenylguanidine. m. 103-6* (decompn.). Quinine, prepd. by 

adding excess coned, aq. I to hot, almost satd. quioine-HCl, and 

recrystg. the pitch (after solidification) from boiling vater, m. 

107-9* (to a yellow liquid). Quinidine, after solidification of 

the pitch, and recrystn. froa boiling water, a. 202-5* (to a 

brown-red liquid). Cinchonine, ppts. directly in cryst. form, m. 

208-9* (to a brown-red liquid). Strychnine, does not m. up to 

250*. Brucine, a. approx. 140*. Dime thy lamaoniua 

pen tame thy lenedithi oca rbamate, crystd. froa EtOH, a. 84-6*. 

Diisobutylammoniua diaethyldithiocarbaaate, a. 84-6*. With 

NH2Et2Cl, NH2Pr2Cl and C5H10NH2C1, coned, aq. SC(NMe2)SNH4 does not ppt. 

the corresponding dithiocarbamates, and under the saae conditions with 

NH2Et2Cl, NH2Pr2Cl and priaary aliphatic aaines, SC (NNHCSH10) SNH4 does not 

ppt. the corresponding dithiocarbaaates. O^iinine 

pentaaethylenedithiocarbaaate (V). Quinine dime thy ldithi oca rbamate (VI). 
Strychnine pentamethylenedithiocarbamate (VII). Strychnine 
dimethyldithi ©carbamate (VIII). Though V, VI, VII and VIII are cryst. no 
m. ps. are given. The ppt. from a aixt. of coned, aq. SC(SNH4)2 and 
coned, aq. II, vashed successively vith vater, EtOH and Et20, yields 
monobenzyl ammonium trithiocarbonate, SC(SNH3CH2Ph) 2 (IX), stable for a few 
hrs. after its prepn. (though it loses traces of H2S) , but after several 
hrs. it deconps. at an increasing rate; in cold water it gives the rose 
color, which is characteristic of trithiocarbonates. Prepd. like 
IX, dipropylammonium trithiocarbonate, SC(SNH2Pr2) 2, is a rose 
color, it is so unstable that it had to be analyzed wet; its cold 
aq. solns. are a rose color. NH2Et2Cl and NH2Me2Cl do not ppt. 
the corresponding trithiocarbonates even in coned, solns. With 
(iso-Bu) 2NH2C1 and its homologs, the free bases (not the 
trithiocarbonates) ppt. AcH (1.5 g.) added to cold aq. SC(NH2)SNH2Et2 
(2.5 g. in 10 cc), let stand, filtered (after about 15 min. the yellow 
suspension resinifies, so it is best to filter several times as soon as 
more ppt. forms), vashed vith Et20 and recrystd. from Et20, yields 
diethylethylideneammoniun ethyl idenedithiocarbamate SC(N:CHHe) SN( :CHMe)Et2 
(X), m. 82-3*, decomps. rapidly when let stand, but can be kept in 
a desiccator for a long time. Prepd. like X, dipropylethylideneamaonium 
ethyl idenedithiocarbamate, C11H22N2S2 (XI), recrystd. from Et20, a. 
81-2*, does not show such a strong tendency to resinify during its 
prepn. as does X, decomps. slowly when let stand several weeks. Prepd. 
like X and XI (there is no tendency to resinify) , 

di i s obutylethyli dene ammonium ethyl idenedithiocarbamate, C13H26N2S2, ra. 
101*, is more stable than XI. Ill and HCHO form a pitch which, 
allowed to crystallize and then recrystd. froa Me2C0, yields the 
condensation product, C10H12N2S2, a. 130*. It is either 

SC(N:CH2)SN(CH2Ph)H:CH2 or SC.NH. CH2 .N (CH2Ph) (CH2) . S . Ill and AcH fora a 
flocculent ppt. which, crystd. froa Me2CO, yields the condensation 
product, C12H16N2S2, a. 98*. SC(NHPr)SNH2Me2 and HCHO form a 
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product vhich, dissolved in Et20 and repptd. by petr. ether, yields the 
condensation product, C7H16N2S2, a. 52*. It is either 
SC(NHPr)SN(:CH2)Me2 or SC. NPr. CH2. NMe2H. S. 
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AB Amine hydrosulf ides, prepared froa amines and H2S in the absence of 02 or 
air, undergo rapid oxidation upon exposure to air. Those derived from the 
more volatile amines leave an almost quant, deposit of S; those from the 
less volatile aaines are oxidized to the corresponding thiosulfates. 
These oxidation reactions take place vithout evidence of polysulfide 
foraation. A aeehanisa is suggested for the oxidation reaction vhich 
fully accounts for the facts observed. Using a special apparatus, the 
following amine hydrosulf ides vere prepared (2 ra. ps. are given in an open 
and a closed tube): Me, a. 40-4*, 90-2*; di-Me, a. 
34-40*, -; tri-Me, a. 15-20', 28-30*; Et, a. 
50-5*, 55-7*; di-Et, a. -, 55-62'; tri-Et, ra. 
25-7*, -; Pr. m. 38-42*, 40-2*; di-Pr, m. 58-62, 
76-8'; Bu, m. 18-20*, -; di-Bu, a. 25-30*. 
. 28-32*; iso-Am, ra. 62-7*, -; dibenzyl, m. 32-4*, -. 

The solubility in H20 decreases and the stability increases vith increasing 
aol. weight The freshly prepared aqueous solns. precipitate CdS and PbS 

from the 

acetates; the aqueous solns. become yellow on standing and vill dissolve 

free 

5, taking on a blood-red color indicative of polysulfide 
foraation. Oxidation of iso-AaNH3SH in the air gives isoaaylaaine 
thiosulfate, m. 192-6'; Bu derivative, m. 180-93* (decomposition). 
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(10) Add the cyanate solution to Cd(N03)2 solution, precipitating colorless 
[Cd(NCO)3]K; 

this reaction detects 0.01 g. cyanate. (11) Add 2-3 cc. of 1% Cd(N03)2 
solution, then a few drops of pyridine, precipitating crystalline 

[CdPy2] (NCO) 3; 0.01 g. 

cyanate is detectable. The following reaction is proposed to detect Co: 
add 1-2 cc. of 4% KNCO solution freshly prepared, then one drop of 

concentrated AcOH. 

A blue color is obtained with as little as 0.00004 g. Co. If 

He2C0 is added (2-4 cc.) without stirring, the supernatant solution will 

color it blue with as little as 0.00002 g. Co. The following 

reaction is proposed to detect Co++ in the presence of Fe+++: add 2-4 cc. 

NH4C1 or NH4N03 solution; boil; add 2-4 cc. of 41 KNCO solution; a gaseous 

evolution occurs and Fe(0H)3 ppts.; filter while hot; the filtrate is blue 

if Co is present* if colorless, add a little KNCO solution to compensate 

decomposition of the cyanate by boiling. As little as 0.0005 g. of Co will 

give a blue color. If Fe++ is present, it should be OKidized 

with HN03, then neutralized with K2C03 before testing with cyanate. Two 

new ammines have been prepared: (Cu (C4H2N) 2] (NCO) 3, blue crystals from 2 g. 

CuS04 in 100 cc. H20 and 2-cc. picoline in 50 cc. H20; purified from ale. 

or CHC13. (Cu(C14H15N)2] (NCO) 2, violet crystals from 4 g. CuS04 in 100 

cc. H20 ♦ concentrated KNCO (enough for complete solution) and an emulsion 

of 3 cc. 

dlbenzylaalne in 100 cc. H20, with efficient shaking) purification by 
recrystn. from Me2CO and washing with Et20 on the filter. 
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AB Eleven new tests are proposed for the detection of the OCN ion. They are: 
(1) Add A1C13 solution to a hot solution of KNCO) A1(0H)3 is precipitated ' 
(2) Add 

FeC13; a reddish color is obtained, or Fe(0H)3 is precipitated when 
hot, accompanied by evolutions of gas. (3) CrC13, gives a Cr(0H)3 
precipitate 

These 3 reactions require a 21 solution of cyanate, while the reagents 
should 

contain 0.51 metal. (4) Add a few cc. of Ni(N03)2 or NiS04, then a few 
drops of pyridine to the KNCO solution; avoid an excess of reagent; blue 
(NiPyl(NCO)2 ppts. immediately, or after a few hrs. when the solution is 

very 

dilute; 0.01 g. KNCO can be detected. (5) Co++ salts give blue [Co(NC0)4)K2 
with as little as 0.02 g. cyanate. For smaller conens. add one drop of 
Co(N03>2 in Me2CO to one drop of tested solution on a watch glass; a blue 
coloration is observed at the time the two drops meet, providing 0.0004 g. 
cyanate is present. (6) To the solution, add Co(N03)2, then pyridine; pink 
crystals of [CoPy4) (NCO) 2 precipitate with as little as 0.001 g. of 
cyanate. 

(7) To a 21 cyanate solution, add a few cc. Zu(N03)2 solution, then pyridine 
until the precipitate no longer redissolves. Avoid an excess of cyanate, 

which 

redissolves [ZnPy2] (NCO) 2. (8) Add 1 cc. CuS04 and 1-3 drops picoline: if 
a large quantity of cyanate is present, blue [Cu(C6H7N)2] (NCO)2 ppts.) 
otherwise add 2-3 cc. CKC13 and shake, obtaining a blue coloration in 
CHC13. (9) Add 2-3 cc. dleenxylamlne in AmOH (3 cc. amine per 
10 cc. AmOH), then 2-3 cc. of 1* CuS04, and rotate the test tube slowly; 
the ale. layer is colored violet by cyanate; 0.0001 g. can be detected. 
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AB If PhNH2, e. g., in a strongly acid solution containing NaSCN is treated in 
the 

cold with Br, the reaction 2NaSCN + Br2 - 2NaBr + (SCN)2, being ionic, 
proceeds so rapidly that the reaction PhNH2 + Br2 - BrCSH4NH2.HBr is 
negligible if an eKcess of NaSCN is used. The hydrolysis 3(SCN)2 + 4H20 - 
5HSCN + H2S04 + HCN is greatly retarded in the presence of the acid, and 
the same is true of the polymerization, so that under these conditions the 
reaction PhNH2 + (SCN)2 - p-NCSC0H4NH2 (I) + HSCN takes place. Numerous 
other substances have been successfully thiocyanated in this way. I, m. 
57-8', was obtained in 871 yield from 4.6 g. PhNH2 in 12 cc. of 96* 
AcOH and 25 g. NaSCN in 130 cc. AcOH treated with 5.09 cc. Br in 35 cc. 
AcOH; the AcOH mother liquors yielded 151 of 2, 4 (?) -dithiocyanoaniline, m. 
198*. 1-C10H7NH2 gives no mono-NCS derivative; 2, 4 (?) -dithiocyano-1- 
naphthylamine, m. 204', is obtained in 7 g. yield from 4.2 g. 
C10H7NH2, 17 g. NaSCN and 3.0 cc. Br in AcOH, while with 4.06 g. preformed 
(SCN)2 (from Pb(SCN)2 and Br) in Et20, 10 g. C10H7NH2 yields 711 
4-thiocyano-l-naphthylamine, m. 146-7*, converted by standing in 
the air in ale. containing a few drops of NaOH into [1,4-C10H6(NH2)S-] 2, m. 
168*. 2-C10H7NH2 (7.15 g.) with 16 g. NaSCN and 2.5 cc. Br yields 
almost quant, l-thiocyano-2-naphthylamine (II), sluters 150-4*, 
turns yellow, resolidifies and finally m. 261* (decomposition), 
converted into the amorphous [2, 1-C10H6 (NH2) S-] 2 in ale. NaOH; with 
preformed (SCN>2 (0.5 mol.) in Et20. 50* II is obtained. (p-NCSC5H4 ) 2NH, 
m. 120*, is obtained in good yield from 0.2 g. Ph2NH, 2 g. NaSCN 
and the calculated amount of Br in 15* H2S04. 1-C10H7OH (4.2 g.) with 9 g. 
NaSCN and 1.5 cc. Br in AcOH gives 70* 1,4-C10H6(OH) SCN, m. 113*, 
while 1 g. of the naphthol with 8 g. KSCN and 0.6 cc. Br yields 60* of 
2,4 (?)-dithiocyano-l-naphthol, faintly yellow, m. 118-9* 
(decomposition). 5, 2-NCS (HO) C6H3C02H, ra. 167*, is obtained in 0.2 g. 
yield from 1.38 g. O-H0C6H4C02H, 4 g. NaSCN and 1 cc. Br in HC02H; the 
yield can undoubtedly be increased by changing the conditions. (CH2SCN)2, 
m. 90*, is obtained by passing C2H4 and Ci separately (care being 
taken that the C2H4 is always in excess) into NaSCN in cold AcOH, or by 
using Br in 15* HC1 instead of CI. Styrene (1 g.) with 2 g. NaSCN and 0.5 
cc. Br in AcOH yields 65* of PhCH(SCN)CH2SCN, ra. 101*1 2.8 q. 
anethole with 9 g. NaSCN and 1 cc. Br gives 75* of p- 
MeOC6H4CH(SCN)CH(SCN)Me, m. 87*, and from 1.2 g. antipyrine (III) 
and 2 g. NaSCN treated with Br in AcOH, the reaction mixture then being 
diluted with an equal volume of H20 and made faintly alkaline with 15* 
NaOH, is 

obtained 1.3 g. bis- [l-phenyl-2, 3-diraethyl-S-pyrazolonylJ 4-disulfide, ra. 

256*, also obtained in 70* yield from 1.8 g. Ill and 5 g. NaSCN in 

AcOH treated with CI until the mixture gave no red color with 

FeC13 and then worked up as above. 
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AB The fixation of Br upon PhCH: NPh was studied by Hantzsch in 1890 (Ber. 

23, 2714). On adding a solution of Br to one of the base there is 
precipitated a 

pale yellow powder, PhCHBrNBrPh, ra. 142* (decomposition). On contact 
with water it undergoes immediate decomposition to BzH and p-BrC6H4NH2. HBr. 
In contact with anhydrous solvents the color of the powder persists 
and a metal, as Cu or Au, if introduced, is converted into a bromide. 
With solvents containing water, the powder is decolori zed -de composition 
takes place 

as above and the raetal is not attacked. Br addition products upon other 
Schiff bases, differing in the nature of the radicals of the aldehyde and 
of the base, are often very sensitive to moisture and do not always give 
very consistent results for the determination of Br. Isobutylideneaniline 

in 

anhydrous Et20 added to Br in C6H6 or CS2 gives a yellow powder evolving in 
moist air an irritating odor of Me2CBrCH0, not altered by reducing agents 
and does not set free Br with HBr. On contact with water, the principal 
reaction is decomposition into Me2CBrCHO + PhNH2. HBr. 
Benzylideneisobutylamine. The Br addition product, obtained as before, 
gradually forms a red-orange lower layer, slowly and incompletely forming 
ruby-red crystals, separating from CHC13, anhydrous Et20 as a yellow 
crystalline 

powder, o. 83-4* (decomposition), has an irritating odor in moist air. 
With water, it decomps. into BzH + HBr + NHBrC4H9. 

Isobutylideneisobutylamine. Under the usual conditions there is obtained 
a thick red-orange liquid, which is very unstable. With water it decomps. 
into Me2CBrCH0 + C4H9NH2. HBr. Benzyl idenebenzyl amine. The usual 
procedure gives in this case red crystals, m. 141-2*, slowly soluble 
in cold water with an irritating odor, becoming viscous on heating and 
giving off Br: P hCHB rNB rCH2P h + H20 HBr + BzH + NHBrCH2Ph) 
NHBrCH2Ph + HBr Br2 + NH2CH2Ph. In conclusion, the decomposition of 
these Br derivs. by water is different according to the nature of the base 
and aldehyde that have produced the Schiff base. (1) One atom of Br 
passes into the amine nucleus when this is phenolic. The other yields HBr 
and the aldehyde is set free. (2) A brominated aldehyde is formed and a 
HBr salt of the base. (3) Br, being able to pass neither into the 
aldehyde group nor into the amine group, remains with the N in the form of 
a bromoamine. The other atom of Br yields HBr and the aldehyde is set 
free. 
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cf. C. A. 18, 630. p-Ethylbenzyl ale, b9 115-7', vas prepared in of these results to the question of the firaness of attachaent of the 

401 yield by shaking P-EtC6H4CHD (obtained in 15 9. yield froa 100 g. residues is discussed. 
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a. 205* f Ac derivative, a. 180* 1 Bs derivative, a. 162* ; 
phenyl thiourea, a. 150*; aethiodide, a. 221*) and 
di -p-phenylbenzylaaine, a. 132' (HCl salt, a. above 300* i NO 
compound, a. 1707*). NaN02 gives nearly a quant, yield of the ale, 
froa which, with concentrated HCl in a sealed tube, the chloride, a. 
68", is obtained. PhCH2NHMe is conveniently prepared by the 
reduction of the anine by Ni and H. With 2 aols. p-MeC6H4CH2Cl it gives a 
701 yield of benzyl -p-methylbenzylaethylaraine (I), bll 160* 
(aethiodide, a. 190*). The corresponding p-Ph derivative (II), b9 
190-2*, a. 44* (HCl salt, a. 187*; picrate, a. 
146*i aethiodide, a. 162*). p-Metbylbenzylaethylaaine, bll 
83* (HCl salt, a. 174'; picrate, a. 145*), is 

obtained by reducing with Na and EtOH the condensation product, 

MeC6H4CH:NHe, bll 83*, obtained froa p-MeC6H4CHO and HeNH2. 

p-Ethylbenzyl derivative (III), b9 181*. p-Phenylbenzyl derivative (IV), 

bl3 253-5*. Butenyl derivative (V). bll, 116-8*. Cinnaayl 

derivative (VI). bl2 218-20*. p-Ethylbenzyl-aethylaaine, blO 

105*. p-Phenylbenzyl derivative (VII), bll, 255-7*. (HCl salt, 

a. 205'). PhC6H4CHO and MeNH2 give the Schiff base, PhC6H4CH:NMe, 

a. 51*, which is reduced by Na and EtOH to phenylbenzylmethylamine, 

bll 173-4* (701 yield)* cinnaayl derivative (VIII), blO 220* 

(HCl salt, a. 224*). Cinnamylaethylaaine, bl2 110-2*, in 

601 yield froa MeNH2 and the chloride in C6H6. Allyl derivative (IX), bll 

166-8*1 crotonyl derivative (X), blO 180-2*. The action of BrCN 

on these bases gave a aixture of 3 products: the quaternary coapound froa 

base and the bromide which is split off (A); the bromide freed froa the 

base by shaking with dilute HCl, was then combined with Mc3N (B) ; and the 

cyanaaide (C) . X gave a compound A, C23H28NBr, m. 79" ; B vas foroed 

in only small ants., as was C, crotonylme thy 1 cyanaaide, b55 92-3". 

IX gave an oily A, which was transformed into the CI derivative and then 

yielded a PtC14 salt, C44H52N2C16Pt, m. 85", B was pure 

cinnaayl t rime thy lammonium bromide, a. 165* and C 

methylallylcyanamide, b. 150*. I gave an addition compound of 

p-MeC6H4CH2Br and I, C24H28NBr, ra. 184', p-raethylbenzyltriamaoniun 

bromide, m. 170-5*. and benzylmethylcyanaoide (XI), bl2 

139-42*. Ill gave the coapound C27H34NBr, a. 168', containing 

2EtC6H4CH2 -groups, and p-ethylbenzyltriaethylamaonium bromide, analyzed as ^ 

the PtC14 salt, a. 216*. In the case of VII, the product A was 

oily; phenylbenzyltrioe thy lammonium bromide (XII), m. 200*. II 

gave an oily A, XII and XI. IV gives an oily A, XII and a C containing Br. 

The pure me thylbenzylae thy 1 cyanaaide blO 140-2*. VI gives a small 

aoount of an oily A; aethylbenzyltriaethylaamoniun bromide, m. 194*; 

and cinnanylmethylcyanimide, oily. V also gave an oily A, the same B as 

from I and crotonylmethyl cyanaaide, b45 80-5*. VIII gave an oily 

A, a B, C16H20NBr, a. 198*. and cinnaoylaetlhylcyanamide, oily. 

The rate of reaction of EtONa upon various chlorides at 31.6* is 

expressed by the following values of k (time 12 hrs.): PhCH2Cl, 7.86; 

MeC6H4CH2Cl, 11.71; EtC6H4CH2Cl, 14.48; PhC6H4CH2Cl, 74.06. The relation 
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AB (O-02NC6H4CH2) 2CAcC02Et (6 g.) shaken in 21.5 g. SnC12 in a wara mixture of 
20 cc. AcOH and 20 cc. fuming HCl and heated 0.5 hr. on the H20 bath 
yields 4-5 g. of a Sn salt giving, when shaken in Et20 with KOH, the base 
C6H4 , sinters 178*, a. 184** boiled with HI it splits off 1 
aol. C02, yielding a base, a. 165-7*, which is apparently impure II 
(see below). (0-02NC6H4CH2) 2C(C02Et> 2 is converted into the free acid, a. 
149*, in 851 yield by heating 20 g. of it with 160 cc. H2S04 (d. 
1.83) and 80 cc. H20 10-2 min. at 180-5*; this with 1 equivalent PC15 
gives di-(o-nitrobenzyl) acetyl chloride (I), m. 91-2*; 17.5 g. of 
this, allowed to stand 24 hrs. in 20 cc. C6H6 with a magma prepared from 2.3 
g. Na powder allowed to stand 5 hrs. with 25 cc. each of C6H6 and 
CH2(C02Et)2, gives di-Et (di-o-nitrobenzylacetyl]malonate, sinters 
77* , a. 80*, gives a dark red eolor with FeC13, 

and boiled 3 hrs. with 6 parts HCl changes, without dissolving, into 

di-(o-nitrobenzyl) acetone, m. 89-9.5*; 3 g. of this, refluxed 1 hr. 

with 15 cc. HI and 2 g. red P, yields 3-o-aminobenzylquinaldine (II), m. 

166-7*, which foras diacid salts, evolves 1 aol. N2 with hot 

NaN02-HCl, gives with C6H4 (CO) 20 at 300* a compound C25H1802N2, 

yellow, m. 127-8', and with BzH at 130* a yellow base, a. 

170-1*. Allowed to stand overnight with 10 parts C6H6 and 1 part 

A1C13, I gives di- [o-nitrobenzyl] ace tophe none, m. 108-8.5', reduced 

by HI-P to 2-phenyl-3-o-aainobenzylquinoline, a. 177-8*, which, 

fused with C6H4(CO)20, yields a compound C30H2OO2N2, a. 185*. With 

NH3 in C6H6, I gives di- [o-nitrobenzyl] acetamide, m. 162*, which 

could not be degraded by the Hofaann aethod to the amine; this, however, 

was obtained as follows: 5 g. of the amide in 5 cc. MeOH treated with 0.64 

g. Na in 18 cc. MeOH and then with 2.5 g. Br in 5 cc. MeOH and boiled 10 

min. gave Me di- (o-nitrobenzyl) ae thy lcarbaaate, a. 139*, 5 g. of 

which, heated 0.5 hr. at 120* with 16 cc. H2S04 (d. 1.83) and 8 cc. 

H20 until there was no further evolution of CO 2, yielded 

di- (o-nitrobenzyl J methylaaine, n. 82-3*; this, boiled 45 min. with 

HI-P, yielded di-(o-aainobenzyl)methylamine.3HI , gradually decomps. above 

230"; 3HC1 salt, sinters above 260"; the free base is an oil 

solidifying to a glassy mass and soluble in H20 with alkaline reaction. 
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AB cf. C. A. 10, 2724. The discovery that the quite readily accessible 

nitriles of the type ROCH2-C6H4CN can be smoothly reduced catalytically to 
the bases ROCH2C6H4 CH2NH2 (C. A. 17. 2582) affords a new and important 
point of departure for the synthesis of aliphatic-aromatic compds. In the 
present paper is described the synthesis of o-homoxylylene bromide (I) by 
the following series of reactions: ROCH2C6H4CH2NH2 -» ROCH2C6H4CH20H 
-» R0CH2C6H4CH2Br -» ROCH2C6H4CH2CN -» R0CH2C6H4CH2CO2H 
-* ROCH2C6H4CH2C02R' (II) -* ROCH2C6H4CH2CH20H -* 

BrCH2C6H4CH2CH2Br (I). With R - Ph the above synthesis could not be 
carried out beyond the stage of the ester II, as in its reduction (with Na 
and ale.) the PhO group was also completely eliainated; even poorer 
results were obtained with R - Me but success vas finally attained with R 
- Et. I has a characteristically greater tendency to ring closure than 
_ o-C6H4 (CH2Br) 2; the 2 and C atoms of the side chains can be brought 
together not only through another C atom to form tetralin derivs. or 
through a N atom to form tetrahydroisoquinoline derivs. but also through 
an 0 or S with formation of isochromans or thioisochromans. Hydroge nation 
of o-EtOCH2C6H4CN, bl2 122* (which is obtained almost quant, and 
with extraordinary ease by heating NCC6H4CH2Br, instead of the chloride, 
with 1.1 atoms Na in ale), in very concentrated decalin solution at 130* 
gives 40-521 of o-ethoxymethylbenzylamine (III), bl2 130' (HCl 
salt, m. 152*; picrate, light yellow, ra. 148*), and about 
201 bis- (o- ethoxyrae thy lbenzylj -amine, reddish yellow, bl2 237* 
(picrate, ra. 93*); the Bz derivative, a thick oil, when heated 3 hrs. 
at 70* with somewhat more than its own weight of fuming HBr yields 70% 
of the compound (BrCH2C6H4CH2) 2NBz. ra. 124*, which, like PhCH2Br, 
reacts easily with Na, primary and sec. bases, NaCH(C02Et) 2, AcCHNaC02Et, 
etc.). o-Phenoxyaethylbenzyl ale, obtained in over 80* yield from the 
amine in AcOH with NaN02, a. 50*, bl6 216*; with concentrated HBr, 
even in the cold, the PhO group is replaced by Br almost as rapidly as the 
HO group, and the o-phenoxymethylbenzyl bromide, m. 54*, was 
obtained only by treating the ale in cold CHC13 with the calculated amount 

of 

PBr3 in OiC13 in saall portions; yield, 55-60%. Cyanide, froa the bromide 

with 2 mols. KCN in aqueous ale on the H20 bath (yield, 90%), bl7 

220*, m. 78*, gives, after boiling 7 hrs. with 4 mols. of 

aqueous ale KOH, aore than 70% of o-phenoxyaethylphenylacetic acid (IV), 

faintly yellow, o. 105*, which is quant, converted by boiling 4 

hrs. in 10 parts ale with 0.5 part concentrated H2S04 into the Et ester, 

bl6 

225*; this with Na and ale yields 0-o- to lyl -ethyl ale. bl5 
120*, identical with the product obtained froa o-MeC6H4CH2C02Et. 
IV in the calculated aaount of Na2C03 gives alaost quant, on concentration 
and cooling 

the Na salt, 3.5 g. of which, heated 24 hrs. at 100' with 2 g. 

0- 02NC6H4CH0 and 18 g. Ac20, yields the compound 
PbOCH2C6H4C(C02H) :CHC6H4N02, faintly yellowish, a. 152-3*; this is 
smoothly and quickly reduced by Fe (OH) 2-NH40H to the amino acid, a. 
142', yellow flocks becoming colorless on standing and recovering 
their yellow color in a desiccator, precipitated in colorless form froa 
ale. by Et20; treated in 5% KOH with NaN02, then poured into an excess of 
cold 3% H2S04 and shaken with Cu powder, the NH2 acid yields core than 50% 

1- phenoxymethyl-10-carboxyphenanthrene (8-phenoxymethyl-phenanthrene-9- 
carboxylic acid), faintly yellowish, n. 201*. o-Ethoxyaethylbenzyl 
ale, obtained practically quant, froa the aaine. bl6 14 6* ; 

bromide, prepared in 88% yield with PBr3, bl6 135-7'; cyanide, bl6 
150*, hydrolyzed by alkalies to o-ethoxyaethylpheny lace tic acid 
(yield, 75%), bl6 190*, whose Et ester, bl7 156* t this with 
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Na and ale. gives about 25% o-MeC6H4CH2CH20H, bl2 120" , and 351 
fr-o-ethoxynetbylphenylethyl ale, bl2 149-52*, which, heated 
32 hrs. in a sealed tube at 100* with 4 parts funing HBr, yields, 
besides about 25% of a substance (V) blO about 100', 60% of I, a. 
S3*, blO 168*, stable for veetcs when protected froa the 
light. The ant. of V, bl2 90*, formed increases as the length of 
heating with HBr is diminished and after only 5 hrs. it nay becoae the 
chief product of the reactions. It is isochronan, H2, C6hH4.CH2.CH2.0.CH2 
as it is converted into I by heating with HBr and, conversely, is forned 
fron I by warning with H20 or, better, with dil. K2C03. The analogous 
thiol sochroaan, obtained in alnost 40% yield froa I boiled in aq. ale. 
with about 2 nols. K2S, bl3 128 -30* i HgC12 conpd., C9H10S. -HgC12, 
n. 201*i netbiodide, n. 123*. Di-Et ac-tetralin- 
P, p-decarboxylate, froa I with 2 atons Na and 1 aol. CH2(C02Et)2 
in ale, bl3 1B0" free acid, a. 176* with storay evolution 
of C02 and fornation of ac-tetralin-B-carboxylic acid, n. 
97-8*. I heated several hrs. at 100* with 2 nols. NHMe2 in 
C6H6, shaken out with dil. HBr, aade strongly alk., taken up in CHC13 and 
treated with Et20 yields the extraordinarily hygroscopic 
N-dinethyltetrahydroisoquinoliniun broaide, identified as the 
chloroplatinate, n. 230*. P-o-Tolyl ethyl broaide, froa the 
ale. heated 6 hrs. at 120* with 3 parts fuaing HBr, bl6 
112-5** treated at 125-30* with 1 aol. Br it yields about 
60% of a product, bl6 140-80* which has approx. the coapn. C9H10Br2 
but which cannot be sepd., either by distn. or freezing out, into 
individual compds.j treated as above with NHMe2 it gives a quaternary Br 
compd. yielding the saae chloroplatinate as above, the ant. of which 
indicates that only 25% of the 140-80* product consists of Ii the 
reaainder probably contains both Br atoas chiefly in the Et side chain. 
N- Phenyl tetrahydroisoquinoline, obtained alnost quant, fron I with 3 
nols. PhNH2, bl6 198', turns brown in the air rapidly; KC1 salt, 
oily; picrate, yellow, n. 120*. 
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AB cf. C. A. 9, 2061. The fornation of these anhydrides is characteristic of 
the o- and p-aainophenols, but not of the a-coapds. 2 , 4 -H2N ( S03H) C6H30H 
(A) was prepared by the following steps: PhOH -♦ p-HOC6H4S03H -* 
2-02N(H0)C6H3S03Na ■* (A). When diazotized by the usual nethods it 
yields the very soluble benzene-2-diazo-l-oxide-4-sulf onic acid (B) , 
H03SC6H3.0.N2, which, for purposes of isolation, is best prepared in the 
absence of non-volatile nineral substances, using purified N203 (C. A. 11, 
1824) . 1 g. finely powdered (A) was suspended in 5 cc. H20 and heated to 
boiling to dissolve aost of the (A) . After cooling in a freezing nixture 2 
cc. N203 were added, giving a clear, intensely yellow solution fron which 

(E) 

separated quant, as pale yellow crystals with 1 H20 of crystallization 
which is lost 

at 90* without decoaposition of the coapound or change of color. 
When quickly heated it blackens and decoaps. violently 177*, but 
when kept at US* it suddenly darkens and decoaps. with gas 
evolution. The use of EtONO was unsatisfactory as a substitute for N208 
but gave good results with "H acid." 4, 2-H2N(H08S)C6H80H(C) was prepared by 
adding p-H2NC6H40H to 3 parts H2S04, heating 3 hrs. on the H20 bath, 
adding to H20, and purifying by bone-blacking the Na salt. 
Phenol-4-diazoniun sulfonate (D) was prepared froa (C) by adding either 
EtONO or HC1 and NaN02 to a suspension in ICO at 0*. (D), 

dissolved in C5H5N, gave a yellow, crystalline salt which, however, lost all 
its C5H5N in vacuo over H2S04. No crystalline product could be obtained 

fron 

PhCH2NH2. (D), nixed with excess C5H10NH and placed in a desiccator over 
NaOH-CaO to exclude C02, gave yellow piperidine benzene-4-diazo-l-oxide-2- 
sulfonate, purified by washing with PhH, turns brownish yellow on drying 
in a desiccator and then analyzes for C11H1504N3S. 2/3H20, has an intense 
odor like acetaaide. A suspension of (D) in cold H20, treated with excess 
(PhCH2)2NH, gave dlb*nrylaaln* benzene-4-diazo-l-oxide-2- 

sulfonate, yellow crystals with 1 H20 of crystallization ' PhNH2 also gives a 
yellow salt. All these salts, however, could be at least partially 
diazoanino conpds., but since brucine is a tertiary aaine, this objection 
could not apply to the brucine salt, froa brucine HC1 and (0) in H20, 
followed by 1 equivalent of Na2C08, bright yellow leaflets with 1 H20; 
foraulas (I) or (II) are assigned. Metallic salts were not isolated. At 
roon temperature in the presence of excess NH3 (D) gives off its diazo N 

only 

very slowly, 88% being eliainated after 8 days, and very little tendency 
for azo coapound fornation being shown. m-H2NC6H40H was sulfonated as in 
the case of the p-compound, the acid purified by recrystn. fron H20, and 
diazotized in the form of a finely divided suspension obtained by 
acidifying a solution of the Na salt with HC1. The resulting 
phe nol - 3 -diazoni urn- 4 -sulfonate (E) , HOC6H3.S02.0.N2, forms a yellowish 
white precipitate which decomps. at 86* with effervescence, contains H20 
of crystallization, and loses N even at room temperature An attempt to 
prepare the 

brucine salt failed, only a few orange-colored crystals being obtained. 
The orange color is due to the very soluble dye (III), which forms 
when (E) is treated with excess NH3, only 0.5 the diazo N being evolved. 
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cf. C. A., 6, 1139. 2, 4-Dinethylbenzylhydrazine, from the 

monohydrochloride with CaO, bl3 136-7*. Extremely unstable. 

Di hydrochloride, fron the monohydrochloride and dry HC1. White powder, n. 

164*. Unstable. Sulfate, small crystals, m. 163*. 

Oxalate, colorless crystals, a. 192". Picrate, yellow needles, a. 

148*. Fron the monohydrochloride, the following coapds. were 

obtained: By b. with dilute HC1, 2, 4-dinetbylbenzyl chloride, colorless oil, 

bl9 103-4'. With Ac20, diacetyl-2, 4-dimetbylbenzylhydrazine, 

colorless plates, m. 129'. With KOCN, 2,4- 

dinethylbenzylsenicarbazide, columnar prisma, a. 162'. With PhNCS, 
2,4-dimethylbenzylphenylthiosemicarbozide, colorless prisms, m. 
138-5'. With AcONa and tartaric acid, a-2,4- 

diraethylbenzylhydrazonepropionic acid, pasty consistency. With NaN02, 

nitroso-2, 4-dimethylbenzylhydrazine, colorless plates, m. 60.5*, 

which condenses with 2, 4-Me2C4H3CH0 to form He2C4H3CH2N(N0)N : CHC6H3Me2. 

2, 4-Dimethylbenzyl azide, by heating with 10% H2S04 at 80*, 

colorless oil, blS 114*. Ethyl 0-2,4- 

dimethylbenzylaminocrotonate, from 2, 4-He2C4H3CH2NHNH2 and AcCH2C02Et, 
colorless plates, m. 85*. N-2, 4-Diraethylbenzyl-3-phenyl-5- 
pyrozelone, from the hydrazine and BzCH2C02Et, colorless needles, m. 
162*. With NaN02 and AcOH, the pyrazolone gave 

N-2, 4-dimethylbenzyl-3-phenyl-4-isonitroso-5-pyrazone (I), fine red 

needles, m. 128* (decompose). N-2, 4-Dinethylbenzyl-2-methyl-3-phenyl- 

5-pyrazolone, from 2, 4-dimethylbenzylphenylpyrazolone, in MeQH, and Mel at 

120*, brown oil. Gave an intense red color with FeC13, 

and green color with NaN02 in the presence of a trace of acid. 

N-2,4-Dimethylbenzyl-3-nethylpyridazione (II), froa 2,4- 

Me2C6H3CH2NHNH2.HCl, AcONa and levulinic acid, large crystals, n. 

79.5*. The following derivs. of (2, 4, 5-Me3C6H2CH2) 2NNH2 were 

prepared: Sulfate, white needles, m. 151". Nitrate, small plates, 

m. 118*. Chloroplatinate, dark red precipitate m. 95'. 

Acetone-2,4, 5-trimethyldibenzylhydrazone, needles, m. 132". Heated 

with Me2CHCHO on the H20 bath for 4 hrs., it gave isobutyraldehyde-2, 4, S- 

trimethyldibenzylhydrazone, snail needles, n. 112* ; with Ac20, 

diacetyl-2, 4, 5- trine thy ldi benzyl hydrazi ne, white needles, n. 126'; 

with BzCl, the nonobenzoyl derivative, needles, n. 129*; with EtI, 

2,4,5-trinethyldibenzylethylazoniun iodide, white needles, m. 160'; 

with HgO (yellow), 2, 4. 5-trinethyldibenzyltetrazone, small plates. When 

the (Me3C6H2CH3)2NNH2.HCl was treated with KOCN, 2, 4,. 5- 

trimethyldibenzylseaicarbazide was formed. Saall white plates, n. 

173'. p-Isopropylbenzyl-p-isopropylbenzalhydrazone, from 

(C3H7C6H4CH : N)3 and Na-Hg, saall yellowish green prisas, m. 75' 

(decompose). Very unstable. Benzoyl derivative, crystalline powder, a. 

78*. Nitroso derivative, bright yellow fibrous needles, a. 

59". syn.-p-Isopropyldibenzylhydrazine hydrochloride, obtained by 

reduction of (p-C3H7C8H4C: N)2 with Na-Hg, hexagonal tablets, n. 

217* (decompose); S0% yield. The free hydrazine was not obtained in 

crystalline forn; it was identified as the hydro-chloride. Diacetyl 

derivative, rhombic prisas, n. 71". Dinitroso derivative, yellow 

needles, a. 59*. Warned with absolute ale, the dinitroso derivative 

yielded C3H7C6H4CH2N(N0)N: : CHC8H4C2H7, while (p-C3H7c8H4CH : N)2 was 

foraed when it was b. with absolute ale. p-Isopropyldibenzal-p- 

isopropyldibenzylhydrotetrazone, by b. (C3H7C6H4CK2N(N0) ] 3 in ale. solution, 

n. 165-9". p- 1 sop ropy lbenzyl hydrazine hydrochloride, froa 

C3H7C6H4CH2NHN : CHCH6H4C3H7 and dilute HC1, needles, sinter 143'. a. 

199*. The free base, crystalline, n. 46*. Nitroso derivative, 

fibrous crystals, n. 63*. p- 1 sop ropy lbenzyl azide, froa the above 

nitroso derivative warned with 10% H2S04, b23 118*. Stable toward 
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alks. (m-ClC8H4CH2) 2NH vas prepared by reducing (ra-ClC6H4CH : N)2, with Zn 

dust and AcOH. a-Chlorodi benzyl amine nitrite, white glistening plates, o. 

133* t vhen heated for 5-6 brs. with abs. ale. on the H20 bath it 

gave a-chlorodibenzylnitrosoaaine, yellov needles, a. 53*, which 

yielded, on reduction with Zn dust and AcOH, benzylidene-a- 

chlorodibenzylbydrazone, yellov needles, n. 66*. with HC1 and 

steaa the hydrazone gave asya. -ra-chlorodibenzylhydrazine hydrochloride, 

white plates, a. 200* (decoap.). sya. -a-Chlorodibenzylbydrazine 

hydrochloride, by reduction of (a-ClC6H4CH: N)2, with Na-Hg, light yellow 

needles, a. 191*. The free base, white needles, a. 43*, 

unstable. Dibenzoyl derivative, froa the hydrochloride and BzCl, a. 

88*. Stable in air. Di acetyl derivative, froa the hydrochloride 

and Ac20, colorless crystals, a. 73*. Dinitroso derivative, yellow 

crystals, a. 48* (deconp.). Warned with ale, the nitroso deriv. 

gave nitroso-a-chlorobenzyl-m-chlorobenzalhydrazone, yellow needles, a. 

98*. The hydrazone on hydrolysis with HC1 yielded 

a-chlorobenzylhydrazine hydrochloride, needles, a. 134*. 

sya. -o-Hydroxydi benzyl hydrazine, (HOC8H4CH2NH) 2, obtained by reducing the 

aldazine with Na-Hg in ale, white plates froa ale. by addition of H20, a. 

117*, yield 721* it reduces hot alk. AgN03 and is unaffected by b. 

dil. HC1. Proa the hydrazine were obtained the following compds . : 

Di hydrochloride, fine needles, a. 143*. With Ac20 it reacts 

spontaneously yielding the diacetyl derivative (HOC6H4CH3NAc) 2, white 

plates froa dil. ale. a. 178-9*. With Ac20 on the H20 bath for 

3-4 hrs., the diacetyl diacetate vas foraed, cryst., insol. in ale With 

NaN03 and AcOH, nitroso derivative, yellowish brown crystals, m. 

90' (decomp.), unstable in air, and when b. with EtOH yields 

o-hydroxybenzol-o-hydroxybenzylnitrosohydrazone, needles, a. 14S", 

decosposes with b. H20. (a-KOC6H4CH: N)2 vas obtained froa a-HOC6H4CH0 

and N2H4.H2S04 yellow needles, a. 205*. Sol. in NaOH with deep 

yellov color. When reduced vith Na-Hg it yields 

a-hydroxydibenzylhydrazine, light yellov needles, a. 183*, stable. 
Yield, 79%. It reduces hot alk. AgN03 . Di hydrochloride, vhite cryst. 
ppt., a. 154*. The hydrazine did not yield the expected 
hyd rote tra zone vhen treated with HgO, but gave B-HOC6H4CHO; with Ac20 it 
foraed a-hydroxydibenzyldiacetylhydrazine, white crystals froa dil. ale, 
a. 209*. Diacetyl diacetate, crystals froa ale, a. 132*. 
ra-Hydroxybenzal-m-hydroxybenzylnitrosohydrazone, white needles from H20, 
deconp. 112-4*, gives Lieberaan's reaction vith PhOH. 

O-Ethoxydi benzyl amine, (EtOC6H4CH2) 2NH, prepared by reducing (o-Et0C6H4CH 

: N)2 with Zn dust and AcOH, yellow oil, b20 180* , non-volatil with 

steam. Chloroplatinate, red ppt., insol. in ale and H20. By reducing 

the corresponding methoxy deriv. o-aethoEydibenzylaaine was obtained, b30 

200*. No definit compd. was obtained by reducing the benzoxy 

deriv. o-Methoxybenzyl-o-aethoxybenzalhydrazone, by reducing (o-Me0C6H4CH 

: N)2 with Na-Hg, white needles froa ale a. 76*, unstable, yield 

691. With Ac20 it yields acetyl-o-aethoxybenzyl-o-aethoxybenzalhydrazone, 

prisms from hot ale, a. 101*, stable. Benzoyl derivative, prisms 

froa ale, m. 170*. Nitroso derivative, bright yellov needles, a. 

91*. Reduction of (o-MeOC6H4CH : N) 2 by Na-Hg yielded 

o-aethoxydi benzyl hydrazine hydrochloride, long white needles, m. 

154*. Turns yellov in air. Diacetyl derivative, white crystals 

froa ale, a. 133-4*. o-Hethoxybenzyl hydrazine hydrochloride, 

obtained by hydrolyzing MeOC6H4CH2NHN : CHC6H40Me with dil. KC1, a. 

123-4*. The free base vas obtained by decoap. the hydrochloride 

vith NaOH. Colorless liquid, bl4 145-9*. Froa this base vere 

obtained the following coapds.: with AcCH2C02Et, l-o-aethoxybenzyl-3- 

aethyl-5-Pyrazolone, clusters of red needles, a. 82-4*, gives 

yellow ppt. with HN02. With tartaric add, «-o- 
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aethoxybenzylhydrazonepropionic acid, crystals froa ale, a. 
107.5*. With KOCN, o-aethoxybenzylseaicarbazide, white crystals, 
a. 214-5". Nitroso-o-aethoxybenzylhydrazine, fine white needles 
f roa H20, a. 65*, quant, yield. This nitroso deriv. condenses vith 
o-HeOC6H4CHO to form HeOC6H4CH2N(NO)N : CHC6H40He, and vhen hydro lyzed by 
10% H2S04 it gave o-aethoxybenzyl azide, colorless liquid, bl4 
118*. The azide vas unaffected by b. for 4 hrs. with 30% NaOH, but 
deconp. when b. for 10 hrs. with 30% H2S04. When reduced with Na-Hg it 
gave o-hydroxybenzyl-o-aethoxybenzalhydrazone, vhite cryst. powder, insol. 
in all ordinary reagents, turns yellow at 115", a. 153-7*. 
It forms a yellov insol. nitroso derivative, sya. -a- 

Methoxydibenzyl hydrazine, hydrochloride, by reducing (a-MeOC6H4CH : N)2 
vith Na-Hg and satg. vith dry HCl, vhite needles, a. US". Yield, 
60%. Free base, light yellov oil. The hydrochloride gave vith NaN02, 
nitroso-a-Bethoxybenzyl-a-aethoxybenzalhydrazone, yellov needles, a. 
80*. a-Methoxybenzyl hydrazine hydrochloride, by reducing 
(a-MeOC6H4CH : N)2 vith Na-Hg, vhite tri clinic prisas, a. 123*. 
becomes yellov in air and reduces cold alk. AgN03. Yield, 35%. The free 
base, bl9 158-68', loses N both in air and in vacuo. Froa the 
hydrochloride vere obtained the following coapds.: dibenzyl-a- 
aethoxybenzylydrazine, vhite needles froa ale, a. 128*. with 
tartaric acid, a-a-aethoxybenzylhydrazonepropionic acid, rhombic 
plates, m. 99*. Nitroso-m-raethoxybenzylhydrazine, small needles 
froa ale, a. 45-7*. It condenses vith ra-MeOC6H4CHO to fora 
KeOC6H4CHN(NO)N : CHC6H40Ne, and yields ra-methoxybenzyl azide by distn. 
vith 10% H2S04, colorless oil, b2B 134*. It decoap. by b. vith 30% 
H2S04. When (a-MeOC3H4CH : N)2 vas reduced in acid soln. with Zn dust, 
a-aethoxydibenzylaaine hydrochloride vas foraed. White leaflets, a. 
141*; 85% yield. The free amine, colorless liquid, bl3 
225*. Nitrate, needles, a. 128*. Picrate, yellov tablets, 

a. 124*. Nitrite, vhite needles froa ale, a. 104*. The 
primary aaine, a-aethoxybenzyl aaine. hydrochloride, vas obtained by 
reducing the benzaldazine in very dil. ale soln. with Zn dust and AcOH, 
needles, a. 160*. Reduction of (p-MeOC6H4CH : N) 2 in alk. soln. 

(Na-Hg) yielded p-aethoxybenzyl-p-aethoxybenzalhydrazone, vhite plates, a. 

143*. Nitroso derivatives bright yellov leaflets, decomp. 

106". Acelyl derivative froa Ac20, vhite needles froa ale, a. 

87*. Benzoyl derivative, vhite needles, a. 111-2*. 

Picrate, yellow fibrous needles, a. 90*. The hydrazone yielded on 

b. vith cone HCl, p-aethoxybenzylhydrazine hydrochloride, yellow 
crystals, decomp. 194-5*; 69-74% yield. Free base, bl4.5 
170-5". The following coapds. were obtained from the 
hydrochloride: With tartaric acid, a-p-aethoxybenzylhydrazonepropion 
ic acid, vhite needles froa dil. ale, a. 123-4*. With BzCl, 
dibenzoyl-p-aethoxybenzylhydrazine, colorless prisms, ra. 149*. 

With NaN02 and AcOH, nitroso-p-methoxybenzylhydrazine, large white 
tablets, m. 91*; 64% yield. The nitroso deriv. condenses with 
p-MeOC4H4CHO to fora MeOC6H4CH2N (NO) N : C6HC6H4CHO, and forms 
p-methoxybenzyl azide when warmed with 10% H2S04, colorless oil, bl4 
126*. It is unaffected both by b. with NaOH and on distn. with 
steam, but decomp. when b. for 4 hrs. with 30% H2S04. sym.-p- 
Methoxydi benzyl hydrazine hydrochloride, obtained by reducing (p-He0C6H4CH 
: N)2 vith Na-Hg, colorless plates, a. 236-7* (decomp.). Free base, 
plates, a. 71*. Nitrite, needles froa ale, a. 92* 

(decomp.). Diaeetyl-p-raethoxydibenzylhydrazone, froa the hydrazine and 
Ac20, fine vhite plates froa dil. ale, a. 113*. (p-MeOC6H4CH : N)3 
on reduction in acid soln. gave (p-MeOC6H4CH2)2NH.HCl. Nitrite of the 
amine, prisms, ra. 147*. Piperonaldazine monohydrochloride, (CH202 
: C6H3CH : N)2.HC1, was obtained froa the aldazine and cone HCl, dark 
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yellov plates, a. 207*. Di hydrochloride, obtained by satg. the 
aldazine in CHC13 with dry HCl, yellov ppt., a. 213*. Unstable. 
Sulfate, deep yellow ppt., m. 221*. Tetrabroaido, red powder, 
decoap. 185*. Dihydrobroaide, froa the tetrabroaide and He2CO, 
yellow powder. Monohydrobroaide, cryst. powder, a. 216*. The 
aldazine on reduction vith Na-Hg gave piperonylpiperonalhydrazone, white 
plates and needles, sinter 109*, decomp. 116*. Turns yellov 
in air. Froa the hydrazone vere obtained the following coapds. > nitroso 
derivative, yellow needles, decomp. 14 5*. Acetyl derivative, 
clusters of plates, m. 146". Benzoyl derivative, white needles 
from ale, m. 125*. Pipe ronyl hydrazine hydrochloride, by 
hydrolysis with H2S04, fine white needles, m. 173.5*, stable in air 
when pure. It reduces warm Fehling soln. and cold alk. AgN03. From the 
hydrazine hydrochloride were obtained the following compds.: With KOCN, 
piperonylseraicarbazide, CH202 : C6H3CH2N (NH2 ) C0NH2 white needles, a. 
17S*. With KOH and PhNCS in ale soln., 

piperonylphenylthioseaicarbazide, needles froa ale, a. 153.5*. 

With HN3, nitrosopiperonylhydrazine, needles, a. 91*. The nitroso 

deriv. yielded on hydrolysis with dil. H2S04 (1 : 10) pipe ronyl azide, 

CH202 : C6H3CH2N3, b!3 142*. Stable toward b. alk. but decomp. 

with 50% H2S04. Piperonylhydrazine, froa its hydrochloride, yellov oil, 

bl4 175-80*. Unstable in air. With tartaric acid it gives 

a-piperonylhydrazonepropionic acid, plates, a. 143*, and vith 

AcCH2C02Et, l-piperonyl-3-aethyl-5-pyrazolone, small needles, m. 

155*; 77% yield; acid to litmus, gives yellowish red color 

with FeC13, and forms a silver salt with AgN03. The pyrazolone with NaN02 

and AcOH yielded l-piperonyl-3-raethyl-4-isonitroso-5-pyrazolone, bright 

yellow needles, m. 161* t 74% yield. l-Piperonyl-3-phenyl-5- 

pyrazolone, froa piperonylhydrazine and BzCH2C02Et. Cryst. powder, a. 

144.5*; 90% yield. l-Piperonyl-3-phenyl-4-isonitroso-5-pyrazolone, 

made like 3-methyl compd., red powder, m. 162*. 

l-Piperonyl-3-raethylpyridazinone, from piperonylhydrazine and levulinic 
ester, long needles from H20, m. 101*. Piperonaldazine on 
reduction vith Na-Hg, and acidification vith HCl, gave 
sym.-di piperonylhydrazine hydrochloride, m. 223*. Free base, 
yellow plates, m. 88*. It reduces alk. AgN03, but not Fehling 
soln. Unstable in air. With Ac20 it forms diacetyldipiperonylhydrazine, 
plates, m. 138*. with BzCl, diberizoyl derivative, small yellov 
plates, m. 98*. With NaN03 and HCl, dinitroso derivative, white 
plates, m. 95*. o-Chlorobenzaldazine tetrabroaide, made by the 
action of Br in CC14 upon (o-ClC6H4CH : N)2 in CC14, ra. 172-5*. 
a-Naphthaldazine tetrabroaide, froa the aldazine and Br in CC14. Red 
powder, a. 170-2*. Decomp. by cold ale and Me2CO. 
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AB cf . preceding abstract p-Methoxybenzyl chloride, froa the ale and dry HCl, 
blS, 116-20*. dO 1.072. Bromide, b6 129*, dl9 1.395. 

Either the chloride or bromide, nixed in a sealed tube vith 20% MeNH2 in 

ale, gives p-aethoxybenzylmethylamine, bl4 121", dO 1.025*1 

hydrochloride, a. 166*1 hydroiodide, a. 145*. heated vith 

concentrate HI, gives p-hydroxybenzylmethylanine hydroiodide, a. 149-50*; 

hydrochloride, m. 188-90*. In the prepare of MeOC6H4CH2NHHe is also 

foraed di-p-aethoxybenzylaethylanine, bl3 223-5*, dO 1.0794. 

Di -p- hyd roxybenzylme thy 1 amine hydrochloride, a. 197-9*. With MeZNH 

instead of MeNH2 is obtained p-aethoxybenzyldiae thy 1 amine, bl6 

110-1*, dO 0.9878, dl5 0.976; hydrochloride, m. 157'; 

hydroiodide, m. 145*; methiodide, ra.lSB*. Ac20 decompose the 

base into MeOC6H4CH20Acand AcNMe2. p-Hydroxybenzyldi methyl amine, a. 

112", alkaline to litmus and phenolphthalein, does not appreciably 

color aqueous FeCl3, reduces NH3-AgN03, Mi lion's reagent and HI, 

decompose by Ac20 into AcOC6H4CH20Ac and AcNMe2. The aethiodide m. 

158* (above), heated vith concentrate HI, gives p- 

hydroxybenzyltriaethylammonium iodide, a. 191 * f chloride, a. 

98*. 
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AB The net hod of preparing phenylcamphof orraeneaainecarboxylic acid, formula 

I , vas improved. (Aa. Cheaical J. , 21, 250). On adding 4 ats. Br in CKC13 

Co (I) in CHC13, 3, 4-dibroaoaniline hydrobroaide, and canphoroxalic acid 

resulted. Cr03 does not attack (I) at rooa tecperature but in moist acetone 

KMn04 oxdizes (I), yielding eamphorquinone. PC13 or PC15 with (I) 

produces a tarry mass f ran which only canphoroxalic acid could be 

isolated. Ke2S04 and KQH on (I) yield the methyl ester, yellow crystals 

from HeOH, m. 127". The conditions vere varied widely but neither 

the NHPh not the : COH group appeared to be attacked. He2S04 and Na2C03 

at 100* had no action on phenylcanphoforaene amine. Canphoroxalic 

acid (II) yields with Me2S04 and KQH the nethyl ester, which with Me2S04 

and Na2C03 at 150-80" yields an oil, probably nethyl 

nathoxycanphoroxalate. HN02 froa NaN02 or anyl nitrite failed to react 
with (1), (II) or the ethyl ester of (II). Thioseaicarbazine and (II) 
react rapidly in boiling, slowly in cool ale, to fom 

thioseaicarbazylcamphoforneneaminecarboxylic acid, (III), which exists in 
2 forms, (a) white flakes froa C6H6, a. 149.9' alaost insol. in 
C6H6, (b) white powder, precipitated froa alkaline solution by HC1, a. 
120-5", readily soluble in C6H6, being deposited froa it as (a), hence 
probably an unstable hydrate of (a). When fused (III) gives a resin and a 
saall quantity of a compound, a. about 170*. Ethyl ester of (III) 
white crystals from C6H6, m. 150-1". On dissolving (III) in Ac20, 
thiosemicarbazylcanphoforaeneaainecarboxylacetiaide, (IV) is formed 
rapidly at 100", slowly at rooa tenperature, bright red crystals froa 
glacial AcOH, a. 191-2", dissolves in wara KOH, forming salt of 
(III). 1 g. of (III) was nixed with 1.5 cc. A120. The addition of 3 
drops concentrate K2S04 generated heat and formed a clear solution After 

15-20 

ain. the solution was poured into H20, canphylpyrazolecarboxylic acid a. 
261-2* vas isolated, (Aa. Cheaical J., 36, 259)? the solution contained 
HCNS. K2S04 on (III) formed only a tarry material. The replacement of CO 
by CS in these condensation products reduces the tendency to fora cyclic 
derivs. Canphoroxalic acid and 1, 3, 4-xylidine (2 aols.) warmed together in 
C6H6, give 1, 3, 4-xylidine 1,3,4-xylidylcanphoformeneaainecarboxylate, (V) 
brown crystals from ligroin, m. 93-4*. 1,3,4- 

Xylidylcamphoformeneaminecarboxylic acid, by the action of KOH on (V), or 

by warming (II) and the amine in C6H6, till a drop of the solution gave no 

color with ale. FeC13, yellow crystals from ligroin, m. 

117-8*. p-Clorophenylcamphoforaeneaainecarboxylic acid, yellow 

needles from C6H6, m. 182-3*. When an intimate mixture of (II) and 

p-chloroaniline is heated, it m. 65-70", evolves H20 about 

110* and then solidifies, n. again about 155* and evolves 

C02; a 61% yield of p-chlorophenylcamphoforaeneamine, (VI) was obtained, 

white crystals, froa acetone and ligroin a. 194.5", is unchanged by 

boiling KOH or HC1. Canphoroxalic acid and the amine (1 or 2 aols.) in 

warm C6H6 yield dlbenzylaaln* carboxylate, white crystals from 

C6H6, m. 135-6". Heated with 2 aols. PhNH2 for 5 hrs. at 

100* in a sealed tube, it yields dibanzylaalne 

phenylcamphoformeneaminecarboxylate, white crystals from C6H6, m. 
185*. A 751 yield of dibenzylcamphof ormeneamine (Am. Chemical, J., 
39, 117) was obtained by heating 1 mol. of canphoroxalic acid and 1 or 2 
aols. of the amine at 135-40* for 30 min. n-Aninobenzoic acid (1 
or 2 mols.) and (II) in ale. solution yield 
m- ca rboxyphe ny 1 camphof o raene ami ne 

carboxylic acid, white crystals from ale, m. 136-7*, with ale. 
PeC13 gives no color, but is hydrolyzed by H20 or 501 ale. When 
fused this acid evolves C02 and forms ra-ca rboxyphe nylcanphof ormeneamine, 
long, yellow needles from C6H6, ra. 116-7*. On warming C6H6 solns. 
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of (II) and benzidine (1 mol.) the inner amaoniun salt (VII) was formed, 

yellow crystals froa C6H6, a. about 206* depending on rate of 

heating. (Aa. Chen. J., 34, 231; 36, 229). The fact that it dissolves 

only slowly in boiling KOH, indicates the structure given, rather than 

that for benzidylcanphoforaeneaainecarboxylic acid, although it is repptd. 

froa alkaline soln. by HC1. Benzidlycamphoforaeneaaine, a. 317-8', 

is obtained by the fusion of (VII), or better by heating a aixture of 

(VII) in 5 parts PhN02 at 150-5* for 15 min. On heating 

camphylamine and (II) at 150-5', a white crystallin sublimate, m. 

105* vas formed. The results support the formulas siailar to (I), 

(VI), etc., previously assigned to the condensation conpds. (cf. C. A., 

2. 1009, 1129). 
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AB Tert. butyldihydroisoindole, formula (I) below, is prepared by boiling 
o-xylylene bromide, tert. butylanine and KOH with ale; lustrous plates, 
a. 42'; bl3 125-30*. Methiodide, froa Mel and MeOH; 
colorless crystals froa ale, a. 221*. p- 

Acetophenyldihydroisoindole (II) from p-aminoacetophenone and o-xylylene 
bromide; lustrous plates from acetone, ale., glacial AcOH or pyridine, m. 
197*. Benzal derivative, C8H8 : NC6H4COCH : CHPh, yellow, silky 
lustrous plates from ale, m. 202*. Cinnamylidene-p- 

acetophenyldihydroisoindole, C8H8 : NC6H4COCH : CHCH : CHPh, prepared in a 
similar manner to the preceding compound; slender, orange-colored needles 
fron acetone, m. 187*. It gives a blood-red color with 
concentrate H2S04. p-Nitrobenzal-p-acetophenyldihydroisoindole, C8H8 : 
NC6H4COCH : CHCH6N02, light yellow, crystallin powder from pyridine, ra. 
238*. It gives a purple-red color with concentrate H2S04 and 
an intense orange shade with concentrate HC1 or HN03. 
p-Dimethylaainobenzal-p- 

acetophenyldihydroisoindole, C8H8 : NC6H4COCH : CHC6H4NMe2, from 
p-diraethylaminobenzaldehyde; golden yellow plates from pyridine) m. 
196*. The following derivs. of phenyldihydroisoindole have been 
prepared from the conpds. mentioned. Methiodide, C8H8 : NPhMel, froa Mel 
and MeOH i colorless plates froa ale. + Et20, m. 177*. 
Bisxylyleneaminodiphenylmethane, (C8H8 : NC6H4)2CH2., f rom HCHO, at 
125*; aggregates of slender needles from pyridine, m. 
308-9*. With oxidizing agents it gives a deep blue dye. 
Bisxylyleneaminotriphenylme thane, (C8HB: NC6H4)2CHPh, f rom BzH, in 
presence of fuming KC1, slender, interlaced, snow-white needles from 
pyridine + ale, m. 265*. It becomes blue and light yellow when 
warmed with acids and alkalies, resp. Bisxylyleneaminodimethylaminotriphe 
nylmethane, (C8HB : NC6H4) 2CHC6H4NMe2, froa p-diraethylaminobenzaldehyde; 
colorless, stellate needles froa pyridine, a. 185*. 

Bi sxy ly 1 emami nodi phenylcinname nylmethane, (C8HB : NC6H4)2CHCH : CHPh, from 
cinnanic aldehyde; yellow, crystallin powder from pyridine + ale, not ra. 
300". n-Tolyldihydroisoindole, C8H8 : NC6H4Me[N : Me - 1 : 3) and 
HCHO form bi sxy lyleneami nodi -m-tolylraethane, (C8H9 : NC6H3Me) 2CH2; 
colorless needles from pyridine, m. 25S*. o-Xylylenedi-o-toluidine 
and HCHO, in pres. of concentrate HCl, give nethylenedi -o-tolyl-o- 
xylylenedi amine (III); colorless, lustrous scales from pyridine + ale, ra. 
139*. It does not react with BzCl or benzenesulphonyl chloride. 
Benzaldi-o-tolyl-o-xylylenedi amine, from BzH, in a similar manner to the 
preceding compound; crystallin powder froa CHC13 + Et20, a. 180*. At 
200'xylylenepiperidinium bromide and MeNH2 give 

Pentaaethyleneaetbylxylylenediaaine (IV); water-clear oil with an odor of 

piperidine, bl5, 160-5*. Benzenesulphonyl derivative, colorless 

crystals from ale, a. 87*. a little N-methyldihydroisoindole, 

C8H9 : NMe, is formed together with (IV). At 200*PhNH2 and 

xylylenepiperidinium bromide give piperidine and phenyldihydroisoindole. 

Amylenedihydroisoindole, CBHB : NCH2CH2CH2CH : CH2, is produced by 

treating xylylenepiperidinium bromide with H20 and Ag20 and distilling the 

resulting alkaline liquid; liquid, bl2 140-50*. It immediately 

decolorizes KMn04, in presence of dilute H2S04. Salts and methiodide, oily. 

o-Xylylenepentamethylenexylylenedi amine, (C8H8 : NCH2)2C6H4, is obtained 

by heating p-dixylyleneammoniua broaide, piperidine and H20, at 

200*; oil, bl5 240-5*. o-Xylylenetetrabydroquinoliniua 

iodide, CBHB : NI : C9H10, is prepared by the interaction of o-xylylene 

broaide and tetrahydroquinoline, the oily product being treated with Ag20 

followed by III; colorless needles froa H20, a. 239*. Picrate, 

yellow needles froa H20, a. 165*. o-Xylylenedibenzylaaaoniua 

broaide, C8H8 : NBr(CH2Pb)2, froa o-xylylene bromide and 
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dlbanzylaalne; snow-white plates f rom H20, m. 188*. At 
200*, NH3 converts it into dibenzylxylylenediaaine, 

C6H4 (CH2NHC7H7)2; oil. Hydrochloride, colorless plates from ale + Et20, 
a. 251*. o-Xylylenediisoamylaimraonium iodide, C8HB : NI(C5H11)2, 
is obtained froa o-xylylene bromide and diisoanylamine, the product being 
treated with KI; white crystals from H20, m. 139*. Broaide, 
hygroscopic. With NH3, at 200*, it is converted into 
diisoamylxylylenediamine, C6H4 (CH2NHC5H1 1)2; colorless oil, bl2 
210*. Dibenzylpiperidinium bromide, C5H10 : NBr(CH2Ph)2, is 
prepared from 1, 5-dibronopentane and dibenzy lamina; white plates 
from ale. -f Et20, m. 253*. With NH3, at 200", it is decomp. 
into dibenry lamina, benzylpiperidine and benzylamine. Dipropyla 
mine and o-xylylene bromide form o-xylylenedipropylammoniura bromide, C8H8 
: NBrPr2; colorless plates from acetone, m. 107*. At 200*, 
NH3 converts it into PrBr and N-propyldihydroisoindole, C6H8 : NPr; almost 
colorless oil, b. 230-40*. Methiodide, white, crystallin powder 
from ale + Et20, m. 150*. Chloroplatinate, reddish yellow, 
granular, crystallin powder from H20, m. 192*, previously 
darkening. 

1910:17952 CAPLUS 
4:17952 

4:3218h-i,3219a-i,3220a-b 
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AB Potassium 3, 5-dinitro-4-ani lino-4-raethoxyquinolni trolate, is prepared froa 
KDHe and picrylani line; like the other salts of this series it is 
represented by formula (I) below, in which R indicates the ale. alkyl and 
H the metal. In common vith a number of similar compds., which are 
described in this abstract, it is explosive and is best analyzed by 
moistening with ale. in a Pt crucible, then covering with dilute H2S04and 
heating on the water bath during 1 hr. With excess of KOMe it gives a red 
product and with 50* aqueous KDH it becomes yellow. Potassium 
3, S-dinitro-4-ani lino-4-ethoxyquinolnitrolate, from ale. KDH in C6H6; 
bundles of dark brown needles vith a bronze luster, ra. about 115* 
(decompose) ; at a higher temperature it explodes. Yield, 6S% of the 
picrylaniline. Dipotassium 1-anilino-l, 3-diethyl-6-nitrocyclohexane-2, 4- 
dinitrolate (II), from excess of ale. KDH, or KOEt in C6H6; small, dark 
red crystals with a metallic reflex, darkens about 120*, not ra. 
240*. Tripotassiua 1-ani lino-1, 3, S-tripropoxycyclohexane-2, 4,6- 
trinitrolate (III), from excess of ale. KDH* yellow, highly hygroscopic, 
crystalline powder* with ale. it gives (II). Potassium 
3, 5-dinitro-4-anilino-4-propoxyquinolni trolate (see I) from KOH in PrOH; 
black plates vith a blue luster. Tripotassium 1-anilino-l, 3, 5- 
tripropoxycyclohexane-2, 4, 6-trini trolate (see III), from the mono-K salt; 
light brick-red powder. The only derivative of isobutyl ale. which could be 
obtained was tripotassium 1-anilino-l, 3, S-triisobutoxycyclohexane-2, 4, 6- 
trinitrolate (see III); orange-yellow solid. Picrylme thy lani line, MeOH 
and KOH give a dark red solution, but no solid salt could be isolated, with 
ale. tripotassium. 1 -me thylani lino-1, 3, 5-triethoxycyclehexane-2, 4, 6- 
trinitrolate (see II) is produced, contrary to the statement of Sudborough 
and Picton; brick-red, amorphous, unstable powder. Dipotassium 
1 -ani lino-1, 3 -dipropoxy-6-nitrocyclohexene- 2, 4 -dini trolate (see II) was 
the only compound which could be obtained from PrOH; brownish red powder. 
Isobutyl ale. gives, apparently, a mixture of di- and tyipotassiura salts: 
dark red and amorphous. In order to avoid repetition of the names, the 
remaining compds. described in this abstract will be indicated by giving the 
number of mols. of the resp. K alcoholates which added themselves to the 
nitro compds. employed, the type formula will also be indicated. 
Picryl-p-naphthylamine, KOMe (see I)i aggregates of black needles, m. 
about 173*. KOEt, aggregates of long, black, lustrous needles, m. 
1680. A red and a yellow derivative were also prepared, probably they are 
the di- and tri- K compds. (see II and III). Isobutyl ale. and KOH gives 
a substance, C16H906N4KC4H90KJ light red and amorphous. 
Picryl-a-naphthylarnine, KOH and MeOM or EtOH form potassium 
picryl -a- naph thyl amine, C16H907N4K; black crystals with a blue, 
metallic luster, m. above 230*. It is attacked only slowly by H20. 
In presence of C6H6, excess of ale. KOH causes the deposition of a yellow 
unstable salt, probably a tri-K derivative (see III). When boiled for a 

short 

time in ale. picryl chloride and me thyl -« -naph thy 1 amine form an 
additive compound (02N) 3C6H2ClC10H7NHMe; long, dark red, silky lustrous, 
interlaced needles, m. 94". K picryl -a-naphthy lamina when 
treated with a Ag salt at the ordinary temperature gives an oxidation 
product, 

C16H1Q07N4; brownish orange or brick-red, slender, interlaced needles froa 
C6H6, ra. 296-7*. When rubbed it becomes highly electrified. In 
concentrate H2S04it is almost colorless, the presence of N oxides produces a 
dark green shade. In ale. KOH the color is dark red. 

Picrylaniline and Ag20 form a similar compound; reddish brown plates with 
a metallic luster from xylene, ra. 278-60*. Ale. KOH, when added 
gradually to picryldiethylamine and pi eryldibenzyl amine, gives at first a 
dark red color which slowly becomes lighter as the concentrate of the 
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alkali increases. Picryldibenzylaaine, (02N) 3C6H3N (CH2Ph) 2, froa picryl 
chloride and dibenxylarainej slender, yellow needles froa ale. or 
C6H6, in 173*. The following compds. were prepared from 

2, 4 -dini trodi phenyl amine, PhNHC6H3 (N02) 2: KOMe (see I); black needles vith 
an intense violet luster. With EtOH ♦ KOH a red amorphous substance is 
produced. With PrOH + KOH, aggregates of opaque, dark brown, highly 
unstable needles. Potassium isobutoxy derivative (see I), black, 
microscopic needles vith a metallic luster. p-Ni trodi phenyl amine is known 
to give a red color with ale. KOH. but excess of alkali does not 
cause the color to become lighter and the same is true of 
2,4-dinitrodiphenylaaine. The following compds. failed to react with ale. 
KOH: 2,4-dinitrodiphenylmethylamine (02N) 2C6H3NPhMe» 2,4- 
dinitrodiphenyl ethyl amine and 2, 4-dinitrophenyldimethylamine, but this 
latter compd., when warmed with C6H6and ale. KOH, is hydrolyzed to K 
2, 4-dinitrophenolate. 2, 4-Dinitrophenylaethylamine, with c6H6and ale. 
KOH, gives an unstable, amorphous, dark red, pulverulent salt. 
"Trinitrobenzene" and also "trinitrotoluene" give red colors with ale. 
KOH, the colors become less intense with increasing alkali cone, and 
finally change to brownish or reddish yellow. Sym-Trinitrobenzene gives, 
with KOH and PrOH, the salt C15H2402N3K3; finely divided, red, unstable 
powder. A similar compound is obtained from 2, 4, 6- trinitrotoluene, red, 
amorphous and highly explosive. All the nit folates are decomposed at once 
by H20 and also, but more slowly, on exposure to the atmosphere. 
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AB see J. Chemical Society, 79, 522 (1901); 83, 1334 (1903); 89, 583 (1906). A 
study of a large number of addition products has resulted in the following 
conclusions: Primary arylamines in which the NH2 group is directly 
attached to the nucleus form colored additive compds. The depth of 
color is increased by the introduction of alkyl groups, especially 
in the p-position. The introduction of negative substituents does not 
necessarily inhibit the formation of an additive compound, but the colors 
are somewhat lighter. Primary arylamines of the naphthalene group form 
much more stable compds. than those of the benzene series. The presence 
of 2 or more NH2 groups in the arylamine mol. tend to deepen the 
color of the additive compds. The effect of introducing alkyl or 
aryl radicles into the NH2 group is noticeable. On the naphthalene and 
benzene series the tendency is for the introduction of aryl-alkyl groups 
to increase the depth of color. Tertiary amines from additive 
compds. provided not more than one aryl group is attached to the N- atomic 
When 2 groups are attached stable additive compds. cannot always be 
obtained. Quinoline and xyloquinoline form colored compds. Isoquinoline, 
o- and p-toluoquinoline and a- and B-naphthaquinoline form 
colorless or pale colored compds. Aniline and its homologues form 
well-defined compds. Aromatic amines, in which the NH2 group is attached 
to the side chain, and alkyl-arylamines generally give no compds. but all 
yield intensely red-colored liquids. The generalizations drawn by 
Kauffmann (Bie Auxochrome, Samm. chemical tech. Vortrage, XII, 2 (1907)) 
hold for these compds. The compds. made were: Trinitrobenzene with: 
o-chloroaniline, H2NC6H4C1, C6H3(N02)3, flat, orange prisms, m. 
134.5*; m-chloroaniline, orange needles, m. 114.5*; 
p-chloroaniline, red prismatic needles, m. 110-1*; 
2, 4-dichloroaniline, bright red needles, m. 91*; 
s-trichloroaniline, yellowish brown needles, m. 93-4*; 
o-bromoaniline, orange-red needles, m. 128*; m-broraoaniline, 
orange-red needles, m. 115.5-6.5*; p-bromoaniline, scarlet 
needles, m. 113-3.5*; 2, 4-dibromoaniline, orange needles, m. 
86-6.5*; 2,6-dibroaoaniline, canary-yellow needles, ra. 
104*; 2, 4,6-tribroaoaniline, orange-yellow needles, ra. 
Ill'; 2, 3, 4, 6-tetrabroaoaniline, yellow needles, m. 
107.5-6*; ct-broao-B-naphthylaaine, scarlet needles, m. 
192-2.5*; acetyl derivative, yellow needles, m. 125*; 
4-broao-l-naphthylaraine, brick-red needles, m. 195.5-6*; 
1, 6-dibroao- 2 -naph thyl amine, ra. 165*; o-nitroaniline, 
brownish-yellow needles, a. 91*; n-nitroani line, yellow needles, 
n. 98*; a-nitro-P-naphthylaaine, golden yellow needles, 
m. 115.5-6*; o-anisidine, brownish red plates, m. 98*; 
p-anisidine, black prisms or plates, m. 81-2*; Me o-aminobenzoate, 
orange-yellow needles, n. 106*; Et o-arninobenzoate, bright red 
needles, m. 71-1.5*; o-aminobenzoic acid, orange-yellow needles, m. 
192-3*; K o-aminobenzoate, red needles, m. 114*; 

m-aminobenzoic acid, no compound, K salt, reddish brown needles, m. 
118-9*; Et ester, ra. 84-5*; Me p-aainobenzoate, 
orange-needles, ra. 114-4.5*; Et derivative, scarlet needles, ra. 
85'; p-aminobenzoic acid, red crystalline, ra. 151*; K salt, dark 
red needles, decompose 111*; p- ami noacetophe none, scarlet, flat 
prisms, m. 137.3*; ar-tetra-hydro-a-naphthylamine, brick-red 
needles, m. 113'; triaminotoluene, greenish black needles, decompose 
159.5*; 2, 4-diaminoazobenzene, black prisms, ra. 144*; 
3, 3-diaminoazobenzene, reddish brown needles, m. 188*; 
p-aainobenzeneazodiraethylaniline, brown plates, n. 157-8*; 
a-aaino-B-naphtbyl ethyl ether, purple black needles, m. 
148" ; I-benzeneazo-2-naphthylaaine dark red needles, a. 
153* t 1,2-naphthylenediaaine, purple needles, m. 203-4'; 
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1, 4-naphthylenediamine, black needles, m. 208*, decomp.; the 
isomeric 1,5-diaaine, brown needles, m. 245*; the 1,8-diamine, dark 
brown needles, ra. 225*; Et 2-aminoindene-3-carboxylate, orange-red 
plates, ra. 132.5". Additive compds. of trinitrobenzene with 
secondary amines derived from C6H6 and naphthalene benzylani line, red, 
hexagonal plates, a. 92'; benzyl -a- naphthyl amine, 
chocolate-red needles, m. 174-4.5'; benzyl-p-naphthylamine, 
reddish-brown needles, m. 141* (with trinitrotoluene the above 
given crimson needles, m. 106.5'); phenyl-«- naph thyl amine, 
purple needles, m. 130'; Ph-p-naphthylamine, reddish brown 
plates, m. 115.5*, contains 2 C6H3(N02)3; another compd. forms with 
I mol. C6H3(N03)3, brick-red needles, m. 109*; acetyl derivative, 
olive-green needles, m. 96-7* (Ph-«-naphthylaraine and 
trinitrotoluene give dark red needles, m. 73-4'); 
<x,a-dinaphthylamine, brown, prismatic needles, m. 
156-7*; B, B-di naph thy 1 ami ne , brown prisms, m. 
174*; o- to lyl-B- naph thyl amine, crimson-red plates, ra. 
120.5-1*; p-tolyl-a-naphthylamine, dark brown plates, m. 
724*, p-tolyl-B-naphthylamine, brick- red plates, ra. 
111-111.5*; Et p-anilinocrotonate, scarlet, flat prisms, m. 
126*; B-iraino-a-cyanohydrindene, black plates, m. 
16B-9"; formo-B-naphthalide, yellow needles, m. 160*; 
isomeric p-compd., yellow needles, m. 123*. Additive compds. 
vith tertiary amines derived from C6H6 and naphthalene: 
dibenzyl-p-naphthylamine, purple black needles, ra. 126-6.5*; 
corresponding compd. with trinitrotoluene, brick-red needles, ra. 
108*; dime thy 1-p-arainobenzaldehyde, purplish brown needles, m. 
91*; diethylamilnobenzylidene-p-aminomethylaniline, black plates, 
ra. 162.5*; additive compds. with amines derived from di- and 
tri -phenyl me thane, dibenzyl, etc.: o,o-diaainostilbene, purple brown 
needles, m. 190-1'; te t rame thy 1-p-di ami nodi phenylme thane, black 
needles, ra. 114-4.5'; tetraraethyldiaminobenzhydrol, black needles, 
m. 75.5'; tetraraethyldiaminobenzophenone, black needles, green 
metallic luster, m. 184-5'; tetrarae thy ldi ami not riphenylne thane, 
black plates, m. 88.5-9*; tetrame thyl -p-phenylenedi amine, black 
needles, ra. 142*. Additive compds. vith Schiff's bases: 
benzylldeneaniline, yellow, hexagonal plates, m. 112*; 
benzylidine-«-naphthylamine, brownish-yellow needles, m. 
104*i benzylidine-p-naphtbylamine, yellow needles, ra. 
150.5-151*. Additive compds. with phenylhydrazones: 
benzaldehydephenylhydrazone, red needles, m. 134*; 
a-nitrobenzaldebydephenylhydrazone, brick-red needles, m. 134.5*; 
cinnamaldehydephenylhydrazone, brownish red plates, ra. 164.5*; 
acetonephenylbydrazone, reddish brown needles, a. 86.5-7*; 
acetophenonephenylhydrazone, dark red needles, m. 113.5*. Additive 
compds. vith cyclic amines containing an N at. as part of the ring. 
«,«-diphenylpyridine, C23H1606N4, leaon-yellow needles, a. 
113*; y,y-dipyridyl, C5NH4C5NH4C6H3 (N02) 3, is shown to 

exist by m. p. curves for mixtures of the 2 compds.; quinoline, colorless 

solid, a. 75*; isoquinoline, colorless, m. 67-8* (the last 2 

compds. vith o- and p-toluquinolines and quinaldine are formed by heating 

these compds. with trinitrobenzene. They are decomposed by solvents). 

a-Naphthaquinoline, yellow needles, ra. 133.5*; isomeric 

B-compd. pale buff needles, a. 112'; tetrahydroquinoline, 

black plates, a. 100'; o-aaino-p-toluquinoline, brick-red needles, 

a. 139'; carbazole, orange needles, m. 199.5*; 

(a-methylindole, yellow, ra. 167*; acridine, amber needles, a. 

115'; 3-phenylpyrazolone, canary-yellow prisms, ra. 198*; 

l-Ph-3-raethylpyrazolone, ruby-red prisms, a. 92*. The additive 
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conpds. in general cryst. well and in many cases are decoopd. by acids. 
They can be used for detection of snail quantities of various amines and 
should prove of use in purification of nany amines. 
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AB see J. Cheaical Society, 79, 522 (1901); 83, 1334 (1903) j 89, 583 (1906). 
study of a large nusber of addition products has resulted in the fol loving 
conclusions: Primary arylanines in which the NH2 group is directly 
attached to the nucleus forn colored additive conpds. The depth of 
color is increased by the introduction of alkyl groups, especially 
in the p-position. The introduction of negative substituents does not 
necessarily inhibit the foraation of an additive compound, but the colors 
are somewhat lighter. Primary arylamines of the naphthalene group forn 
much nore stable conpds. than those of the benzene series. The presence 
of 2 or more NH2 groups in the arylamine mol. tend to deepen the 
color of the additive conpds. The effect of introducing alkyl or 
aryl radicles into the NH2 group is noticeable. On the naphthalene and 
benzene series the tendency is for the introduction of aryl-alkyl groups 
to increase the depth of color. Tertiary amines from additive 
compds. provided not more than one aryl group is attached to the N- atomic 
When 2 groups are attached stable additive conpds. cannot always be 
obtained. Quinoline and Kyloquinoline form colored conpds. Isoquinoline, 
o- and p-toluoquiooline and a- and p-naphthequinoline form 
colorless or pale colored conpds. Aniline and its hoaologues forn 
veil-defined compds. Aromatic amines, in vhich the NH2 group is attached 
to the side chain, and alkyl-arylamines generally give no conpds. but all 
yield intensely red-colored liquids. The generalizations drawn by 
Kauffnann (Bie Auxochrone, Samn. chemical tech. Vortrage, XII, 2 (1907)) 
hold for these compds. The compds. made were: Tri nitrobenzene with: 
o-chloroaniline, H2NC6H4C1, C6H3(N02)3, flat, orange prisms, m. 
134. 5* ; m-chloroaniline, orange needles, m. 114.5*; 
p-chloroaniline, red prismatic needles, m. 110-1*; 
2,4-dichloroaniline, bright red needles, m. 91"; 
s-trichloroaniline, yellowish brown needles, m. 93-4"; 
o-bromoaniline, orange-red needles, n. 128'; n-bronoaniline, 
orange-red needles, n. 115.5-6.5"; p-bronoaniline, scarlet 
needles, a. 113-3.5"; 2, 4-dibromoaniline, orange needles, m. 
86-6.5"; 2,6-dibroaoaniline, canary-yellow needles, m. 
104"; 2, 4,6-tribroaoaniline, orange-yellow needles, m. 
Ill"; 2,3,4,6-tetrabromoaniline, yellow needles, m. 
107.5-8"; a-bromo-B-naphthylaraine, scarlet needles, ra. 
192-2.5"; acetyl derivative, yellow needles, m. 125"; 
4-bromo-l-naphthylamine, brick-red needles, m. 195.5-6"; 
l,6-dibroao-2-naphthylanine, n. 165"; o-nitroaniline, 
brownish-yellow needles, n. 91"; m-nitroaniline, yellow needles, 
o. 98"; a-nitro-B-naphthylanine, golden yellow needles, 
m. 115.5-6*1 o-anisidine, brownish red plates, n. 98"; 
p-anisidine, black prisns or plates, m. 81-2"; Me o-aminobenzoate, 
orange-yellow needles, ra. 106"; Et o-arninobenzoate, bright red 
needles, m. 71-1.5*; o-aminobenzoic acid, orange-yellow needles, m. 
192-3"; K o-aminobenzoate, red needles, m. 114"; 

m-aninobenzoic acid, no compound, K salt, reddish brown needles, ra. 
118-9*; Et ester, ra. 84-5"; Me p-aminobenzoate, 
orange-needles, ra. 114-4.5*; Et derivative, scarlet needles, m. 
85"; p-aminobenzoic acid, red crystalline, m. 151'; K salt, dark 
red needles, decompose 111'; p-aminoacetophenone, scarlet, flat 
prisns, ra. 137.3'; ar-tetra-hydro-«-naphthylamine, brick-red 
needles, ra. 113*; triarainotoluene, greenish black needles, decompose 
159.5'; 2,4-diaminoazobenzene, black prisms, m. 144*; 
3, 3-diarainoazobenzene, reddish brown needles, m. 188'; 
p-aminobenzeneazodimethylaniline, brown plates, m. 157-8"; 
a-amino-B-naphthyl ethyl. ether, purple black needles, m. 
148"; I-benzeneazo-2-naphthylamine dark red needles, m. 
153"; 1,2-naphthylenediamine, purple needles, m. 203-4"; 
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1,4-naphthylenediamine, black needles, m. 208", decomp.; the 
isomeric 1,5-diamine, brown needles, m. 245'; the 1,8-diamine, dark 
brown needles, m. 225" ; Et 2-aminoindene-3-carboxylate, orange-red 
plates, a. 132.5*. Additive compds. of trinitrobenzene with 
secondary amines derived from C6H6 and naphthalene benzylaniline, red, 
hexagonal plates, m. 92*; benzyl -a-naphthylamine, 
chocolate- red needles, m. 174-4.5"; be nzyl -p- naph thy 1 amine, 
reddish-brown needles, m. 141* (with trinitrotoluene the above 
given crimson needles, m. 106.5*); phenyl -«-naphthylaraine, 
purple needles, a. 130*; Ph-B-naphthyl amine, reddish brown 
plates, m. 115.5*, contains 2 C6H3(N02)3; another compd. forms with. 
I mol. C6H3(N03)3, brick-red needles, m. 109*; acetyl derivative, 
olive-green needles, ra. 96-7* (Ph-a-naphthylamine and 
trinitrotoluene give dark red needles, m. 73-4*) i 
a,«-dinaphthylanine, brown, prismatic needles, ra. 
156-7*; B, B-dinaphthyl amine, brown prisms, m. 
174*; o- to lyl-0-naphthyl amine, crimson- red plates, m. 
120.5-1"; p-tolyl-o-naphthylamine, dark brown plates, m. 
724", p- to lyl-B-naphthyl amine, brick-red plates, ra. 
111-111.5"; Et B-anilinocrotonate, scarlet, flat prisms, m. 
126"; B-imino-a-cyanohydrindene, black plates, m. 
168-9*; formo-«-naphthalide, yellow needles, m. 160"; 
isomeric p-compd., yellow needles, ra. 123*. Additive compds. 
with tertiary amines derived fron C6H6 and naphthalene: 
dibenzyl-B-naphthy lamina, purple black needles, m. 126-6.5'; 
corresponding compd. with trinitrotoluene, brick-red needles, m. 
108"; dimethyl-p-aminobenzaldehyde, purplish brown needles, m. 
91"; diethylamilnobenzylidene-p-aminonethylaniline, black plates, 
n. 162.5*; additive conpds. with amines derived from di- and 
tri -phenylme thane, dibenzyl, etc.: o,o-diaminostilbene, purple brown 
needles, m. 190-1'; tetramethyl-p-di ami nodi phenylme thane, black 
needles, m. 11 4-4. S'; tetramethyldiaminobenzhydrol, black needles, 
ra. 75.5"; tetramethyldiaminobenzophenone, black needles, green 
metallic luster, m. 184-5"; tetramethyldianinotriphenylme thane, 
black plates, m. 88.5-9"; tetraraethyl-p-phenylenedi amine, black 
needles, m. 142*. Additive conpds. with Schiff's bases: 
benzylideneaniline, yellow, hexagonal plates, n. 112*; 
benzylidine-<x-naphthyl amine, brownish-yellow needles, m. 
104"; benzylidine-B-naphtbylamine, yellow needles, m. 
150.5-151*. Additive conpds. with phenylhydrazones: 
benzaldehydephenylhydrazone, red needles, m. 134*; 
a-nitrobenzaldehydephenylhydrazone, brick-red needles, m. 134.5*; 
cinnamaldehydephenylhydrazone, brownish red plates, m. 164.5*; 
acetonephenylhydrazone, reddish brown needles, n. 86.5-7'; 
acetophenonephenylhydrazone, dark red needles, m. 113.5*. Additive 
compds. with cyclic amines containing an N at. as part of the ring. 
a,o-diphenylpyridine, C23H1606N4, lemon-yellow needles, a. 
113*; r.Y-dipyridyl, C5NH4C5NH4C6H3 (N02) 3, is shown to 

exist by a. p. curves for mixtures of the 2 compds.; quinoline, colorless 

solid, a. 75'; isoquinoline, colorless, a. 67-8* (the last 2 

compds. with o- and p-toluquinolines and quinaldine are foraed by heating 

these conpds. with trinitrobenzene. They are decomposed by solvents). 

a-Naphthaquinoline, yellow needles, a. 133.5'; isomeric 

P-compd. pale buff needles, n. 112*; tetrahydroquinoline, 

black plates, n. 100'; o-anino-p-toluqulnoline, brick- red needles, 

n. 139"; carbazole, orange needles, a. 199.5"; 

(o-methylindole, yellow, a. 187"; acridine, amber needles, a. 

115"; 3-phenylpyrazolone, canary-yellow prisms, a. 198'; 

l-Ph-3-aethylpyrazolone, ruby-red prisms, n. 92". The additive 
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compds. in general cryst. well and in many cases are decompd. by acids. 
They can be used for detection of small quantities of various amines and 
should prove of use in purification of many amines. 
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cf. preceding abstract p-Broaobenzoy lace tic ester, prepared by Claisen's 
method froa P-bronobenzoic ester, is a yellow oil. With H0NH2 it gives 
p-broaophenyloxazolone; silvery lustrous plates froa ale, decompose 
118*. p-Broaophenylhydroxiainoxazolone, formula (1) below, is 
foraed froa the preceding cospound and HN02; pale yellow crystals vith 3 H20 
froa ale. ♦ H20. When anhydrous it is yellow and decoapose 166*. In 
ale. the color is red, in other organic solvents yellow. The 
salts described below are quickly decoapose by alkalies, aore slowly by H20, 
but are stable in ale. They were prepared froa (1) and the base, or 
metallic alcoholate, in ale. Lithiua salt, yellow. Sodiua salt, 
orange-red; its solns. are deep violet. Honohydrate, light rose-colored. 
Potassiua salts, rose-colored; bluish violet in acetone. Reddish violet 
needles or plates. Each salt gives a light red derivative with 1 PhOH. 
Acid salt, golden yellow. Rubidium salts, violet froa ale. Blue froa 
acetone. Rose-colored froa acetone ♦ CHC12. Derivative vith 1 PhOH, 
light red. Acid salt, golden yellow. Cesiua salts, rose-colored, stable. 
Bluish, violet, labile. With 1 PhOH, light red. Bariua salts, rad with 4 
H20. Anhydrous, orange -colored. Calcium and aagnesiua salts, orange. 
Zinc salt, light yellow. Lead salt, light rose-colored. Thallium salt, 
flesh-colored. Silver salts, flesh-colored and unstable. Orange and 
crystalline. Blue salt, explodes vith Mel. The resulting ether (II) is 
identical vith that obtained froa the orange-colored salt. A brown salt 
has also been obtained. Honohydrate, carmine-red. Dipyridine derivative, 
violet; when heated it evolves pyridine and becoaes rose-colored. 
Diamaonia compound, C9H403N2BrAg (NH3) 2, deep blue. Konoaaaonia 
derivative, rose-colored. The compound vith 1 MeCN is red, and changes to 
the above orange salt when waraed with ale. Mercurous and mercuric salts, 
yellow; orange-yellow in PhOH, orange-red in acetone and red in pyridine. 
Ammonium salt, orange needles. Methyl-, ethyl-, propyl- and benzylamine 
salts, rose-colored. Dimethyl- and diethyl amine salts, red. 
Oipropylaoine salt, orange. These last 3 salts are light red in CHC13. 
Dibenzylaaine salt, flesh-colored and labile. Red and stable. In 
CHC13 the color is red, in pyridine violet. Triaethylaaine 
salt, violet. Triethylamine salt, bluish violet. Both salts are reddish 
'violet in CHC12 or C6H6. Tripropylaaine salt, red. Tetrame thy 1 ammonium 
salt, deep bluish violet plates. Tetraethyl- and tetrapropylaomonium 
salts, sky-blue plates. Pyridine and picoline salts, pale yellow. Methyl 
ether (II), froa the Ag salts; pale yellow crystals from absolute Et20 + 
petroleum ether, m. and decompose 129*. Acetyl derivative, also froa 
the Ag salts; yellow crystals froa Et20, a. and decoapose 161*. 
Benzoyl derivative, decoapose 167*. Anisoylacetic ester is prepared 
like the p-broao compound described above, which it resembles. The 
reaction proceeds slowly and the yield is poor. Anisyloxazolone (III), 
from the ester; silvery lustrous crystals froa ale, decoapose 
140-1*. Hydroxyioinoanisyloxazolone (IV), yellow needles vith 1 
H20 from H20; when anhydrous decompose 149*. Sodiua salt, 
orange-red; red in ale., violet in pyridine. Potassium salt, reddish 
violet needles. Caesium salt, bluish violet. Ammonium salt, 
cinnabar-red. Acid salt, yellow. Silver salts, labile, rose-colored; 
stable blue. Diamaonia derivative, C10H7O4N2Ag (NH3) 2, red. Methyl ether, 
light yellow, silky lustrous needles, a. 126*. -When boiled vith 
alkali it gives anisylfurazancarboxylic acid (V); crystals from H20, a. 
99-100". The phenyl derivative is foraed in a similar manner. A 
considerable number of the salts described above have had their mol. vts. 
determined in various solvents by different methods; in all cases the 
results agreed with the simple formulas. In nondissociating solvents the 
color deepens as the positive nature of the liquid, or of the 
metal or amine increases. The salts specially examined were (1) NH4, (2) 
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Cs, (3) Rb. (4) K, (5) Na, (6) Li. (7) Bat 4H20, (9) Ca, (9) Mg, (10) Zd. 
In PhOH, 1, 2, 3 and 4, red; 7, light red. In CHC13, 1 violet. In 
acetone, and also in AcOEt, 1 and 2, blue; 3, violet-blue; 4, bluish 
violet; 5, violet; 6. caraine-red; 7, red. In pyridine, 1, 2 and 3, blue; 
4, violet-blue; 5, bluish violet; 6, violet; 7 and 8, caraine-red; 9, 
orange-red; 10, orange-brown, where no data are given the salts failed to 
dissolve. The absorption spectra of a nuaber of the salts were detd. in 
various solvents and the results are reproduced in the form of curves. 
These indicate that the yellow salts of very feeble bases resemble the 
true hydroxiainoke tones in their structure, vhereas the blue salts of the 
very strong bases are essentially siailar to the nitrosoenolic type (cl. 
preceding and following abstrs.). 
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AB The term pantochromic is applied to salts which occur in all colors and 

which are derived from colorless metals. When such a salt exists in 2 or 
aore modifications, exhibiting different colors and varying degrees of 
stability, it is said to be chrorao tropic. The color of the 
solid salt aay also be varied by the addition of solvent of 
crystallization and that of the solution by dissolving the salt in 
different "neutral" solvents. The salts described below have the general 
formula (I), where R ■ He or Ph and H » a metal or ammonium group. 
Dlmethylviolurates. Lithium salt: red from ale. It is deep red vhen 
anhydrous and red when it contains ale. or 1 H20. Yellow salt from absolute 
HeOH. Yellow phenol derivative with 1 PhOH. Sodium salt. Red vith 3 and 1 
H20. Anhydrous red and also violet. Red vith 1 PhOH. Potassium salt, 
blue; violet with 0.5 H20. Red with 1 PhOH. Rubidium salt, blue vhen 
anhydrous; bluish violet with 0.5 H20; red vith 1 PhOH. Cesiua salt, 
indigo-blue needles vithout solvent of crystallization; red with 1 PhOH. 

Silver 

salt reddish brown; vith the alkali salts it gives green and blue 
mixtures. With 1 pyridine a highly unstable green and also a stable 
bluish violet modification has been isolated. Methylamine salt, 
rose-colored. Acid salt, yellow. Dimethylamine salt, violet; in CHC13 it 
is red. Trimethylamine salt, blue. Acid salt, orange-yellow. 
Te trame thy 1 ammonium salt, blue. Ethylamine salt, rose-red. Acid salt, 
yellow. Diethyl amine salt, bluish violet; red in CHC13, blue in pyridine. 
Triethylamine salt, bluish violet and unstable. Acid salt, orange-yellow. 
Tetraethyl ammonium salt, violet, becomes blue after solution in CHC13, but 
regenerates the violet color on exposure to air. Propylamine 
salt, rose-red; red in CHC13, blue in pyridine. Dipropylaaine salt, 
bluish violet. Acid tripropylaaine salt, N(C3H7) 32C6H704N3, 
orange -yellow; violet in CHC13, blue in pyridine. Tetrapropylammonium 
salt, greenish blue. Benzylamine salt, rosecolored. 
Olbanrylealn* salt, labile form red; stable modification bluish 
violet. Piperidine salt, exists in 2 similar modifications. Pyridine 
salt, yellow. Acid salt also yellow. Dime thy lvioluric acid is colorless 
but forms a yellow additive compound vith 1 PhOH. salts of 
dipheny lvioluric acid. Lithiua salt, red with 1 ale. and also when free 
from solvent. Yellow from HeOH. Sodium salt, carmine-red needles with 
ale; reddish violet without solvent of crystallization Potassium salt, 
bluish 

violet vith 1 alc.i reddish violet vith. 3 K20; blue when anhydrous. 
Rubidium salt, indigo-blue needles vith 1 ale; reddish-violet vith 3 H20; 
blue vhen anhydrous. Acid salt, green. Cesium salt, blue crystals vith a 
violet tinge containing 1 ale; violet with H20; blue vhen anhydrous. 
Acid salt, light green. Ammonium salt, deep violet needles with ale; 
with H20 a reddish violet aodification is produced. Silver salt almost 
colorless (leuco) labile salt, in H20 or ale the color is 
violet; in acetone or CHC13 red, pale greenish vhen dilute; in KeCN or 
pyridine, blue to bluish green. A violet highly labile salt vas obtained 
once. The stable salt is dark green. Acid salt, orange crystals vith 3 
H20. With pyridine green and blue modifications are produced. Thallium 
salt, unstable colorless form and stable, dark green modification. 
Magnesium salt, intensely yellow, red in pyridine. Zinc salt, yellow. 
Methyl diphenylviolurate, unstable, colorless and flocculent. The above 
results show that, in general, the color of the salts of the 
alkali metals passes froa yellow through red and violet to blue, as the 
atoaic weight of the aetal increases. A siailar change occurs in the case 



of 



the amine salts as the strength of the base increases. The influence of 

the solvent is aarked; the color is changed towards the yellow 

vith a negative solvent (PhOH), whereas a positive one ((pyridine) tends 
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to impart a bluish-violet color. The mol. wt. of a number of 
the above salts of both acids was determined in various non-aqueous 
solvents, by the b. p. method; the results show that the compounds are 
aonoaol. The absorption spectra of many of the salts have also been 
determined in various solvents, the results being recorded in the form of 
curves. After a full discussion the conclusion is drawn that the blue 
salts are nitrosoenolic derivs. (II) 
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AB A lengthy introduction gives the bibliography and a r.acte.esum.acte.e of 
the properties of H-anino heterocyclic compounds. When 2, 3 -naphthalene 
di hydrazine in alcohol vas heated with 3 aols of p~isopropylbenzaldehyde, 
there was obtained di-p-ispropylbenzylidene-»i-p-isopropylphenyl-N- 
diaaino-2,3-naphthodibydroglyoxaline, C40H42N4 (I), yellow needles from 
xylene, soluble in C6H6, C7H9. C8H10, insoluble in H20, soluble in H2S04 
with a red color, n. 220' i boiled with KC1, NH4C1 and 
p-isopropylbenzaldazine were eliminated, yielding »i-p-ispropylphenyl-N- 
aaino-2, 3-naphthoglyoxaline, C20H20H3C1 {II), yellow-white needles froa 
alcohol, colorless leaflets froa AcOH, a. 249', with decomposition; 
free base, C20H19N3, dirty white leaflets froa alcohol, a. 265*, 
with decomposition; sulphate, C40H40O4N5S, light yellow needles, softens 
at US', does not a. 295*; nitrate, C20H20N4O3, yellowish 
white needles, a. 161', with decomposition! picrate, C26H22N607, 
green-yellow needles, a. 223" i chlorplatinate, 

(C20H19N3)2.H2PtCl6, loan-yellow aicroscopic crystals, darkens at 
240', without melting/ nonacetyl derivative, C23H21N30, colorless 
needles, a. 246* i picrylacetyl derivative, C2BH240806, needles, a. 
270' i phenyl tbioseaicarbazide, C27H24H4S, prisms, a. 70" ; 
benzylidine derivative, C27H28N3, yellow prisms, a. 15"; 
benzylidine hydrochloride, C27H24N3C1, yellowish white needles, a. 
244' with decomposition/ benzylidine sulphate, C54H48N6S04, 
needles, m. 150* with decomposition/ nitrate, C27H24N403, yellow 
white needles, a. 160* with decomposition/ picrate, C38H26K607, 
yellow needles, a. 226'/ chlorplatinate, C54H48N6C16Pt, yellow 
crystals, a. 243" with decomposition/ ethyliodide, C29H28N3I, 
yellowish red crystals, m. 179* with decomposition. With salicylic 
aldehyde, ji-p-isoprcpylphenyl-N-amino-2, 3-naphthoglyoxaline yielded 
o-hydro>tybenzylidine->i-p-i30propylphenyl-N-amino-2-3-naphthog lycxaline, 
C27H23N30, yellowish white needles, m. 223*/ with 

isopropylbenzaldehyde, p-isopropylbenzylidine-jt-p-isopropylphenyl-N- 
aaino-2, 3-naphthoglyoxaline, C30H29N3 (III) yellowish white needles, a. 
260* with decomposition; with EtI, the ethyl iodide, C22H24N3I, 
yellow prisms, m. 199*. When benzidine-»i-p-isopropylphenyl-H- 
aai no- 2, 3-naphthoglyoxaline was reduced with Zn + AcOH, it yielded 
dibootyi»flino and >i-p- i s op ropylpheny 1-2, 3-naphthoglyoxaline, 
C20H18N2 (IV), white crystals, a. 247* ; hyrochloride, C20H19N2C1, 
yellowish white needles, a. 29 B * with decomposition/ nitrate, 
C20H19N303, long yellowish white needles, a. 189* with 
decomposition; sulpate, C40H38O4N4S, white crystals, does not a. 
295*/ picrate, C26H21N507, yellow needles, a. 267* i 
chlorplatinate, C40H38N4C16Pt, yellowish red crystals. 
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AB The authors have studied the condensation of camphoroxalic acid with 
secondary aaines and have obtained compounds to which they assign the 
formula (I). Until the constitution is definitely settled, the authors 
suggest that these compounds be called isocamphof ormolaaine derivatives of 
the three types (II) camphoforaeneaaine, (III) camphof oraolaaine, and (IV) 
isocamphoforaolaaine. The isocamphof oraolaaine carboxylic acids all give 
a violet color with FeC13 in alcohol solution and the acids or 
their salts when heated above their a. lose C02 and water and yield 
casphoforaene amines which give no color with FeC13. 

Diisobutylaaine and camphoroxalic acid react at water bath temperature to 
form diisobutylisocatsphofornolaainecarboxylic acid (see V) needles a. 
179-80*. Heated above its m. it is converted into 
di i s obutyl camphof omene amine, (See VI) m. 73-4*. 
Diaaylcamphoforaolaminecarboxylic acid, C22H3904N, crystals a. 
160'. Dianylcamphoforaene amine, C21H370N, plates, a. 43*. 
Diisoamylisocamphoformolaainecarboxylic acid, m. 156*. 
Diisoanylcamphoformenaaine, m. 40*. Dlbanzylaalna and 
camphoroxalic acid at 130' give dibenzylcamphoforaeneamine, 
C23H290N, crystals m. 152'. Methylaniline and the acid react at 
120' to form phenylaethylcamphoforaeneaaine, C18H230N, tetrahedral 
crystals, a. 126*. Under like conditions ethylaniline yielded 
phenylethylcamphoformeneamine, C19H2305N, oil, 110", 285". 
Benzylethylisocamphoformolaainecarboxylic acid, C21H2904N, m. 158*. 
Be nzyl ethyl camphof ormene ami ne C20H27ON, m. 57*. 
Acetylphenylhydrazine and camphoroxalic acid react at 140*' 
yielding acetylphenylaainecamphoformeneamine, (see VII) needles, m. 
174'*. This is possibly the first acylated amine which has been 
induced to react with a ke tonic or enolic compound. Negative results were 
obtained with camphoroxalic acid and a number of acy 1 derivatives of o-and 
p-aainophenol, as well as benzoylphenylhydrazine, benzylphenyl hydrazine, 
be nzylnetbyl amine, phe ny lme thy 1 hydrazine, benzylani line, 
phenyl-p-naphthylamine and p-phenylhydrazinesulphonic acid. 
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AB The pyridine salt of hydroxymaleic anhydride, , m. 108*, with 

sulphuric acid of 12* yields hydroxymaleic acid. If the concentration of 
the sulphuric acid is 30%, hydroxyfumario acid is formed. 
01b«nzylaaln« hydroxyfumarate, C4H403.NH(C7H3) 2, crystalline, m. 
and evolves carbon dioxide 127-128*. Hydrochloric acid, at the 
ordinary temperature, converts it into hydroxymaleic acid. Hydroxymaleic 
anhydride is an oil which could not be purified. Hydroxymaleanilic acid, 
PbNHCOCH: C(0H)CO2H, prepared at -15*; slightly yellow crystals, m 
and evolves gas 112-113', gives a deep red color with 

ferric chloride. Sodium salt, granular crystals, soluble in 20 parts of 
water at 22*/ m. and decomposes 156-158*. 

Hydroxyfumaranilic acid, prepared in a siailar manner to the maleic 

derivative except that the crude aniline product is treated with 10 N 

sulphuric acid. Almost colorless crystals, m and decomposes 

141-142*. It also gives a deep red color with ferric 

chloride. The reverse change of the furaaric into the maleic form is 

caused by treatment of the anilic acid with 5 N hydrochloric acid at 

-20'. Above -15* the addition of aniline to either of the 

anilic acids causes a aore or less rapid evolution of carbon dioxide. 

(Cf. following abstract) . Hydroxyma lei cdibenzylami Die acid, (PbCH2)2NC0CH 

C(0H)C0ZH, from the pyridine compound and dibanzy lamina; 

colorless crystals m. and decomposes 147*. 
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